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FOREWORD 


This dictionary is one of a series designed for use in schools. It 
is intended for students of Chemistry and related subjects up to A- 
level, but we believe that it will also be helpful to other science 
students, and to anyone interested in chemistry. 


The book contains concise definitions of over 1800 headwords. 
We have tried to include the more important terms used at school 
level, but would welcome any comments regarding serious 
omissions or indeed about the content of any of the entries. 


We would like to thank all the people who have cooperated in 
producing this book. The team of writers and editors is listed on 
the acknowledgements page. We are also grateful to the many 
people who have given additional help and advice. 
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HOW TO USE THIS BOOK 


Headwords The headwords in the dictionary are printed in bold- 
face type. Synonyms of the term come immediately after the 
headword in brackets. For example: 


zwitterion (ampholyte ion) f An ion.... 


Here ‘ampholyte ion’ is simply another term for ‘zwitterion’. The 
same style is used for abbreviations. For instance, the entry: 


nuclear magnetic resonance (NMR) t A method .:... 
‘NMR’ is a common abbreviation for ‘nuclear magnetic resonance’. 


Level markers ‘Throughout the book we have tried to separate the 
text into two levels by using the marker +. In reading through an 
entry, information up to the t is considered suitable for lower-level 
work; information after the t is suitable for a higher level. For 
instance, the first paragraph of the entry for ‘non-polar solvent’ 


A solvent that . . . for iodine. 


is lower-level information. The remainder of the entry: 
+ Solvation energies are... . 


is higher-level information. 

In using these level markers there are three points to note: 

(1) Certain headwords have two or more separate definitions, 
numbered 1., 2., etc. Each definition is treated as an entirely 
separate entry from the point of view of level. 

(2) The cross references (see below) are all placed at the end of 
the definition irrespective of level. 


(3) The ‘lower’ and ‘higher’ level sections of the text are designed 
to correspond roughly to O- and A-level work respectively. 
However, there is a variation in the content of different syllabuses 
and in the treatment given by different teachers. This book has not 
been based on the syllabus of any single Examining Board, but 


covers all Boards. Consequently, the level markers should be 
regarded only as a guide. 


Cross references These direct the user to othef entries at which 
additional information may be found. All cross references are 
placed at the end of the definition. Unless they directly follow 
higher level text or are specifically marked they apply to both 
lower and higher levels of content. 


Note that the melting points and boiling points given here are at 
standard pressure unless otherwise stated. Relative densities of. liquids 
are at standard pressure with the liquid at 20°C relative to water at 
4°C. Relative densities of gases are relative to air, both gases being at 
standard temperature and pressure. Abbreviations used in text are: 


P.n. proton number 
(atomic number) 

r.a.m. relative atomic mass 
(atomic weight) 

m.p., melting point 

b.p. boiling point 

r.d. relative density 


A 


absolute alcohol Pure alcohol (ethanol). 


absolute temperature Symbol: T A 

temperature defined by the relationship: 
T = ĝ + 273.15 
where 6 is the Celsius temperature. The 
absolute scale of temperature was a 
fundamental scale based on Charles’ law 
applied to an ideal gas: 
V = Vol a8) 

where Vis the volume at temperature 6, 
Vo the volume at 0, and a the thermal 
expansivity of the gas. At low pressures 
(when real gases show ideal behaviour) 
a has the value 1/273.15. Therefore, at 0 
= -273.15 the volume of the gas 
theoretically becomes zero. In practice, 
of course, substances become solids at 
these temperatures. However, the 
extrapolation can be used for a scale of 
temperature on which -213.15?C corres- 
ponds to 0? (absolute zero). The scale is 
also known as the ideal-gas scale; on it 
temperature intervals were called deg- 
rees absolute (°A) or degrees Kelvin 
(°K), and were equal to the Celsius 
degree. It can be shown that the absolute 
temperature scale is identical to the 
thermodynamic temperature scale (on 
which the unit is the kelvin). 


absolute zero The zero value of ther- 
modynamic temperature; 0 kelvin or 
-273.15°C. 


absorption A process in which a gas is 
taken up by a liquid or solid, or in 
which a liquid is taken up by a solid. In 
absorption, the substance absorbed goes 
into the bulk of the material. Solids that 
absorb gases or liquids often have a 
porous structure. The absorption of 
gases in solids is sometimes called 
sorption. Compare adsorption. 


absorption indicator (adsorption indi- 
cator) tAn indicator used for titrations 
that involve a precipitation reaction. 


accumulator 


The method depends upon the fact that 
ai the equivalence point there is a change 
in the nature of the ions absorbed by the 
precipitate particles. Fluorescein — a 
fluorescent compound — is commonly 
used. For example, in the titration of 
sodium chloride solution with added 
silver nitrate, silver chloride is pre- 
cipitated. Sodium ions and chloride ions 
are absorbed in the precipitate: At the 
end point, silver ions and nitrate ions 
are in slight excess and silver ions are 
then absorbed. If fluorescein is present, 
negative fluorescein ions absorb in 
preference to nitrate ions, producing a 
pink complex. 


absorption spectrum See spectrum. 


. abundance 1. The relative amount of a 


given element amongst others; for exam- 
ple, the abundance of oxygen in the 
Earth’s crust is approximately 50% by 
mass. 

2. The amount of a nuclide (stable or 
radioactive) relative to other nuclides of 
the same element in a given sample. The 
natural abundance is the abundance of a 
nuclide as it occurs naturally. For 
instance, chlorine has two stable isoto- 
pes of masses 35 and 37. The abundance 
of CI is 75.5% and that of ""Cl is 
24.5%. For some elements’ the abun- 
dance of a particular nuclide depends on 
the source. 


accelerator A catalyst added to increase 
the rate of a reaction. 


acceptor The atom or group to which a 
pair of electrons is donated in a coor- 
dinate bond. 


accumulator (secondary cell, storage 
battery) An electric cell or battery that 
can be charged by passing an electric 
current through it. The chemical reac- 
tion in the cell is reversible. When the 
cell begins to run down, current in the 
opposite direction will convert’ the 
reaction products back into their original 
forms. The most common example is 
the lead-acid accumulator, used in 
vehicle batteries. 


acetal 


acetal TA type of organic compound 
formed by addition of an alcohol to an 
aldehyde. Addition of one alcohol mole- 
cule gives a hemiacetal. Further addition 
yield the full acetal. Similar reactions 
occur with ketones to produce hemike- 
tals and ketals. 


acetaldehyde See ethanal. 
acetamide +See ethanamide. 

acetate See ethanoate. 

acetic acid See ethanoic acid. 
acetone See propanone. 

acetylation +See acylation. 

acetyl chloride See ethanoyl chloride. 
acetylene See ethyne. 

acetyl group See ethanoyl group. 
Acheson process +See carbon. 


acid A substance that gives rise to hydro- 
gen ions (or H3O*) when dissolved in 
water. An acid in solution will have a 
pH below 7. This definition does not 
take into account the competitive 
behaviour of acids in solvents and it 
refers only to aqueous systems. The 
Lowry-Brénsted theory defines an acid 
as a substance that exhibits a tendency 
to release a proton, and a base as a 
Substance that tends to accept a proton. 
Thus, when an acid releases a proton, 
the ion formed is the conjugate base of 
the acid. Strong acids (e.g. HNOs) react 
completely with water to give H3O *, i.e. 
HNO; Is stronger than H;O* and the 
Conjugate base NO;- is weak. Weak 
acids (e.g. CH;COOH and CsH;COOH) 
are only Partly dissociated because 
Hio 1S a stronger acid than the free 
acids and the ions CH;COO- and 


CsHsCOO- are moderatel tr bases. 
See also Lewis acid. e aa i 


acid anhydride tA t 


ype of organi 
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R 
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COR’, where R and R' are alkyl or aryl 
groups. They are prepared by reaction 
of an acyl halide with the sodium salt of 
a carboxylic acid, e.g.: 
RCOCI + R'COO'Na* 
COR’ + NaCl 

Like the acyl halides, they are very 
reactive acylating agents. Hydrolysis is 
to carboxylic acids: 

RCOOCOR’ + H:O — RCOOH + 
R'COOH 

See also acylation. 


— RCOO- 


acid dyes {The sodium salts of organic 
acids used in the dyeing of silks and 
wool. They are so called because they 
are applied from a bath acidified with 
dilute sulphuric or acetic acid. 


acid halide +See acyl halide. 


acidic Having a tendency to release a 
proton or to accept an electron pair 
from a donor. In aqueous solutions the 
pH is a measure of the acidity, i.e. an 
acidic solution is one in which the 
concentration of H;O* exceeds that in 
pure water at the same temperature; i.e. 
the pH is lower than 7. 


acidic hydrogen A hydrogen atom in a 
molecule that enters into a dissociation 
equilibrium when the molecule is 
dissolved in a solvent. For example, in 
acetic acid (CH;COOH) the acidic 
hydrogen is the one on the carboxyl 
group, -COOH. 


/acidimetry Volumetric analysis or acid- 
base titration in which a standard 
solution of an acid is added to the 
unknown (base) solution plus the indi- 


cator. Alkalimetry is the converse, i.e. 
the base is in the burette. 


acidity constant See dissociation con- 
stant. 


acid salt (acidic salt) A salt in which 
there is only partial replacement of the 
acidic hydrogen of an acid by metal or 
other cations. For polybasic acids the 
formulae are of the type NaHSO, 
(sodium hydrogensulphate ) and 
Na;H(CO;).2H;O (sodium sesquicar- 
bonate). +For monobasic acids such as 
HF the acid salts are of the form KHF; 
(potassium hydrogen fluoride). Alth- 
ough the latter were at one time 
formulated as a normal salt plus excess 
acid (ie. KF.HF) it is preferable to 
treat these as hydrogen-bonded systems 
of the type K+ (F-H-F):. 


acid value +A measure of the free acid 
present in fats, oils, resins, plasticizers, 
and solvents, defined as the number of 
milligrams of potassium hydroxide 
required to neutralize the free acids in 
one gram of the substance. 


actinic radiation Radiation that can 
cause a chemical reaction; for example, 
ultraviolet radiation is actinic. 


actinides +See actinoids. 


actinium A toxic radioactive metallic 
element that is the first member of the 
actinoid series. It occurs in minute 
quantities in uranium ores and has been 
used as a source of alpha particles. 
Symbol: Ac; m.p. 1050°C; b.p. 3200°C 
(calc.); r.d. 10.07 (calc.); p.n. 89; stablest 
isotope ??Ac (half-life 21.6 years). 


actinoids (actinides) TA group of 15 
radioactive elements whose electronic 
configurations display filling of the 5f 
level. As with the lanthanoids, the first 
member, actinium, has no f electrons 
(Ac [Rn]6d'7s?) but other members 
also show deviations from the smooth 
trend of f electron filling expected from 
simple considerations, e.g. thorium Th 
[Rn]6d77s?, berkelium Bk [Rn]5f*6d 7s?. 


acyl group 


The actinoids are all radioactive and 
their chemistry is often extremely diffi- 
cult to study. In general, artificial 
methods using high-energy bombard- 
ment are used to generate them. See 
also transuranic elements. 


activated charcoal See charcoal. 


activated complex The partially 
bonded system of atoms in the tran- 
sition state of a chemical reaction. 


activation energy Symbol: E The mini- 
mum energy a particle, molecule, etc., 
must acquire before it can react; i.e. the 
energy required to initiate a reaction 
regardless of whether the reaction is 
exothermic or endothermic. Activation 
energy is often represented as an energy 
barrier that must be overcome if a 
reaction is to take place. +See Arrhenius 
equation. 


active mass See mass action, law of. 


activity Symbol: A The average number 
of atoms disintegrating per unit time in 
a radioactive substance. 


acyclic tDescribing a compound that is 
not cyclic (does not contain a ring in its 
molecules). 


acylation TA reaction that introduces the 
acyl group (RCO-). Acylating agents 
are acyl halides (R.CO.X) and acid 
anhydrides (R.CO.O.CO.R), which 
react with such nucleophiles as H;O, 
ROH, NH; and RNH; In these 
compounds a hydrogen atom of a 
hydroxyl or amine group is replaced by 
the RCO- group. In acetylation the 
acetyl group (CH;CO-) is used. In 
benzoylation the benzoyl group 
(C&H5CO- ) is used. Acylation is used to 
prepare crystalline derivatives of organic 
compounds to identify them (e.g. by 
melting point) and to protect -OH 
groups in synthetic reactions. 


acyl anhydride +See acid anhydride. 


acyl group The group of atoms RCO-. 


acyl halide 


(0) 
Í 
R D 
Acyl halide 


acyl halide (acid halide) A type of 
organic compound of the general 
formula RCOX, where X is a halogen 
(acyl chloride, acyl bromide, etc.). 
tAcyl halides can be prepared by the 
reaction of carboxylic acid with a 
halogenating agent. Commonly, phos- 
phorus halides are used (e.g. PCls) or a 
sulphur dihalide oxide (e.g. SOCI;): 
RCOQOH + PCl; + RCOCI + POCI, 
+ HCl 
RCOOH + ‘SOCI, + RCOCI + SO; 
+ HCl 
The acyl halides have irritating vapours 
and fume in moist air. They are very 
reactive to the hydrogen atom of 
compounds containing hydroxyl (-OH) 
or amine (-NH;) groups. See acylation. 


addition reaction A. reaction in which 

additional atoms or groups of atoms are 
introduced into an unsaturated com- 
pound, such as an alkene or ketone. A 
simple example is the addition of 
bromine across the double bond in 
ethene: 

H;C:CH; + Br; ^ BrH;CCH;Br 
tAddition reactions can be induced 
either by electrophiles or by nucleo- 
philes. See also electrophilic addition, 
nucleophilic addition, 


addition polymerization See polymer- 
ization, 


adduct +See coordinate bond. 


adiabatic change A change during 
which no energy enters or leaves the 
system. 

tin an adiabatic expansion of a gas, 
mechanical work is done by the gas as 
its volume increases and the gas 
temperature falls, For an ideal gas 


undergoing a reversible adiabatic change 
it can be shown that 


pVv’= K, 
Tp"-K 
and TV! = K, 


where Kı, Kz, and K; are constants and 
y is the ratio of the principal specific 
heat capacities. 

Compare isothermal change. 


adipic acid tSee hexanedioic acid. 


adsorption A process in which a layer of 
atoms or molecules of one substance 
forms on the surface of a solid or liquid. 
All solid surfaces take up layers of gas 
from the surrounding atmosphere. tThe 
adsorbed layer may be held by chemical 
bonds (chemisorption) or by weaker 
van der Waals forces ( physisorption). 
Compare absorption. 


adsorption indicator tSee absorption 
indicator. 


aerosol See sol. 
afterdamp See firedamp. 


air The mixture of gases that surrounds 
the Earth. The composition of dry air, 
by volume, is 
nitrogen 78.08% 
oxygen 20.95% 
argon 0.93% 
carbon dioxide 0.03% 
neon 0.0018% 
helium 0.0005% 
krypton 0.0001% 
xenon 0.00001% 
Air also contains a variable amount of 
water vapour, as well as dust, pollen, 
and small amounts of other gases. 


air gas See producer gas. 


alabaster A mineral form of gypsum 
(CaSO,.2H20). 


alanine +See amino acids. 
alcohol A type of organic compound of 


the general formula ROH, where R isa 
hydrocarbon group. Examples of simple 


tertiary 
Alcohols 


alcohols are methanol (CH;OH) and 
ethanol (C;H4,OH ). 

TAlcohols have the -OH group attached 
to a carbon atom that is not part of an 
aromatic ring. Thus, CsH;OH, in which 
the -OH group is attached to the ring, is 
a phenol Phenylmethanol (C&4H;C- 
H,OH) does have the characteristic 
properties of alcohols. 

Alcohols are classified according to the 
environment of the -C-OH grouping. If 
the carbon atom is attached to two 
hydrogen atoms, the compound is a 
Primary alcohol. If the carbon atom is 
attached to one hydrogen atom and two 
other groups, it is a secondary alcohol. 


aldehyde 


If the carbon atom is attached to three 
other groups, it is a tertiary alcohol. 
Alcohols can be prepared by: 
(1) Hydrolysis of haloalkanes using 
aqueous potassium hydroxide: 
RI + OH’ > ROH + E 
(2) Reduction of aldehydes by nascent 
hydrogen (from sodium amalgam in 
water): 
RCHO + 2(H] ^ RCH;OH 

The main reactions are: 
(1) Oxidation by potassium dichro- 
mate(VI) in sulphuric acid. Primary 
alcohols give aldehydes, which are 
further oxidized to carboxylic acids: 

RCH;OH > RCHO + RCOOH 
Secondary alcohols are oxidized to 
ketones. 
(2) Formation of esters with acids. The 
reaction, which is reversible, is catalysed 
by H * ions: 

ROH + R'COOH = R'COOR 
(3) Dehydration over hot pumice 
(400°C) to alkenes: 

RCH;CH;OH - H:O — RCH:CH; 
(4) Reaction with sulphuric acid. Two 
types of reaction are possible. With 
excess acid at 160°C dehydration occurs 
to give an alkene: 

RCH;CH;OH + H;SO, > H:O + 
RCH;CH;.HSO, 

RCH;CH;HSO, > RCH:CH; + H;SO, 
With excess alcohol at 140°C an ether is 
formed: . 

2ROH — ROR + H,O 
See also acylation, haloalkane. 


Aldehyde 


aldehyde A type of organic compound 
with the general formula RCHO, where 
the -CHO group (the aldehyde group) 
consists of a carbonyl group attached to 
a hydrogen atom. Simple examples of 
aldehydes are methanal (formaldehyde, 
HCHO) and ethanal (acetaldehyde, 
CH;CHO). 


aldohexose 


Aldehydes are formed by oxidizing a 
primary alcohol. In the laboratory 
potassium dichromate(VI) is used in 
sulphuric acid. They can be further 
oxidized to carboxylic acids. Reduction 

(using à catalyst or nascent hydrogen 

from sodium amalgam in water) 

produces the parent alcohol. 

‘Aldehydes undergo a number of reac- 

tions: 

(1) They act as reducing agents, being 
oxidized to carboxylic acids in the 
process. These reactions are used as 
tests for aldehydes using such reagents 
as Fehlings solution and  Tollen's 
reagent (silver-mirror test). 

(2) They form addition compounds with 

* hydrogen cyanide to give ‘cyanohydrins’. 
For example, propanal gives 2-hydroxy- 
butanonitrile: 

CiH;CHO + HCN > C;H:CH(OH)CN 
(3) They form addition compounds with 
the hydrogensulphate(IV ) ion (HSO;~): 
RCHO + HSO; + RCH(OH)(HSO;) 
(4) They undergo condensation reac- 
tions with such compounds as hydrazine, 
hydroxylamine, and their derivatives. 

(5) With alcohols they form hemiacetals 
and acetals. 

(6) They polymerize readily. Poly- 
methanal or methanal trimer can be 
formed from methanal depending on the 
conditions. Ethanal gives ethanal trimer 
or ethanal tetramer. 


See : also acetal, Cannizzaro 
reaction, condensation reaction, 
ketone. 


aldohexose tAn aldose sugar with six 
carbon atoms. See sugar. 


aldol See aldol reaction. 


aldol reaction +A reaction in which two 
molecules of aldehyde combine to give 
an aldol — i.e. a compound containing 
both aldehyde and alcohol functional 
groups. The reaction is base-catalysed; 
the reaction of ethanal refluxed with 
sodium hydroxide gives: 

2CH;CHO 5 CH;CH(OH)CH;CHO 
The mechanism is similar to that of the 
Claisen condensation: the first step is 
removal of a proton to give a carbanion, 


which subsequently attacks the carbon 
of the carbonyl group on the other 
molecule: 

CH;CHO + OH: > ;CH;CHO + 
H;O 

See also Claisen condensation. 


aldopentose tAn aldose sugar with five 
carbon atoms. See sugar. 


aldose +A sugar containing an aldehyde 
(CHO) or potential aldehyde group. See 
sugar. 


alicyclic compound tAn aliphatic cyclic 
compound, such as cyclohexane. 


aliphatic compound An organic com- 
pound with properties similar to those 
of the alkanes, alkenes, and alkynes and 
their derivatives. Most aliphatic com- 
pounds have an open chain structure 
but some, such as cyclohexane and 
sucrose, have rings. The term is used in 
distinction to aromatic compounds, 
which are similar to benzene, Compare 
aromatic compound. 


alkali A water-soluble strong base. 
Strictly the term refers to the hydroxides 
of the alkali metals (group I) only, but 
in common usage it refers to any soluble 
base. Thus borax solution may be 
described as mildly alkaline. 


alkali metals (group I elements) A group 
of soft reactive metals, each representing 
the start of a new period in the periodic 
table and having an electronic configura- 
tion consisting of a noble-gas structure 
plus one outer electron. The alkali 
metals are lithium (Li), sodium (Na), 
potassium (K), rubidium (Rb), caesium 
(Cs), and francium (Fr). A 
The elements all easily form positive 
ions M* and consequently are highly 
reactive (particularly with any substrate 
that is oxidizing). As the group !5 
descended there is a gradual decrease in 
ionization potential and an increase in 
the size of the atoms; the group shows 
several smooth trends which follow er 

this. For example, lithium reacts i 

fairly controlled way with water, sodiu! 


ignites, and potassium explodes. There 
is a general decrease in the following: 
melting points, heats of sublimation, 


lattice energy of salts, hydration energy" 


of M *, ease of decomposition of nitrates 
and carbonates, and heat of formation 
of the '-ide" compounds (fluoride, 
hydridge, oxide, carbide, chloride). 
Lithium has the smallest ion and there- 
fore the highest charge/size ratio and is 
polarizing with a tendency towards 
covalent character in its bonding; the 
remaining elements form typical ionic 
compounds in which ionization, M*X^, 
is regarded as complete. The slightly 
anomalous position of lithium is illus- 
trated by the similarity of its chemistry 
to that of magnesium. For example, 
lithium hydroxide is much less soluble 
than the hydroxides of the other group I 
elements; lithium perchlorate is soluble 
in several organic solvents. Because of 
the higher lattice energies associated 
with smaller ions lithium hydride and 
nitride are fairly stable compared to 
NaH which decomposes at 345°C. NaN, 
KN etc, are not obtained pure and 
decompose below room temperature. 
The oxides also display the trend in 
properties as lithium forms M;O with 
only traces of M202, sodium forms M;O: 
and at high temperatures and pressures 
MO,, potassium, rubidium, and caesium 
form M;O; if oxygen is restricted but 
MO, if burnt in air. Hydrolysis of the 
oxides or direct reaction of the metal 
with water leads to the formation of the 
hydroxide ion. 

Salts of the bases MOH are known for 
all acids and these are generally white 
crystalline solids. The ions M* are 
hydrated in water and remain unchanged 
in most reactions of alkali metal salts. 
Because of the ease of formation of the 
ions M* there are very few coordination 
compounds of the type ML,* apart 
from solvated species of very low 
correlation times. The group I elements 
form a variety of organometallic 
compounds; the bonding in | lithium 
alkyls 2nd aryls is essentially covalent 
but the heavier elements form ionic 
compounds. Organo-alkali metal com- 
pounds — particularly the lithium 


alkaline-earth meiai- 


compounds — are widely used in 
synthetic organic chemistry. 

Francium is formed only by radioactive 
decay and in nuclear reactions; all the 
isotopes of francium have short half- 
lives. The few chemical studies which 
have been carried out indicate that it 
would have similar properties to those 
of the other metals. 


alkalimetry See acidimetry. 


alkaline-earth metals (group II ele- 
ments) A group of moderately reactive 
metals, harder and less volatile than the 
alkali metals. The term alkaline earth 
strictly refers to the oxides, but is often 
used loosely for the elements : them- 
selves. The electronic configurations are 
all those of a noble-gas structure with 
an additional two electrons in the outer 
s orbital. The elements are beryllium 
(Be), magnesium (Mg), calcium (Ca), 
strontium (Sr), barium (Ba), and radium 
(Ra). The group shows an increasing 
tendency to ionize to the divalent state 
M?*, The first member, beryllium has a 
much higher ionization potential than 
the others and the smallest atomic 
radius, Thus it has a high charge/size 
ratio and consequently the bonding in 
beryllium compounds is largely covalent. 
The chemistry of the heavier members 
of the group is largely that of divalent 
ions. 
The group displays a typical trend 
towards metallic character as the group 
is descended. For example, beryllium 
hydroxide is amphoteric; magnesium 
hydroxide is almost insoluble in water 
and is slightly basic; calcium hydroxide 
is sparingly soluble and distinctly basic; 
and strontium and barium hydroxides 
are increasingly soluble in water and 
strongly basic. The group also displays a 
smooth trend in the solubilities of the 
sulphates (MgSO, is soluble, CaSOu 
sparingly soluble, and BaSO, very 
insoluble). The trend to increasing 
metallic character is also shown by the 
increase in thermal stabilities of the 
carbonates and nitrates with increasing 
relative atomic mass. 
The clements all burn in air (beryllium 


alkaloid 


must be finely powdered) to give the 
oxide MO (covalent in the case of 
beryllium) and for barium the peroxide, 
BaO; in addition to BaO. The heavier 
oxides, CaO, SrO, and BaO, react with 
water to form hydroxides, M(OH);; 
magnesium oxide reacts only at high 
temperatures and beryllium oxide not at 
all. The metals Ca, Sr, and Ba all react 
readily with water to give the hydroxide: 
M + 2H,0 > M?* + 20H- + H; 

In contrast, magnesium requires dilute 
acids in order to react (to the salt plus 
hydrogen), and beryllium is resistant to 
acid attack. A similar trend is seen in 
the direct reaction of hydrogen: under 
mild conditions calcium, strontium, and 
barium give ionic hydrides, high pres- 
sures are required to form magnesium 
hydride, and beryllium hydride can not 
be prepared by direct combination. 
+Because of its higher polarizing power, 
beryllium forms a range of complexes in 
which the beryllium atom should be 
treated as an electron aceeptor (i.e. the 
vacant p orbitals are being used). 
Complexes such as etherates, acety- 
lethanoates, and the  tetrafluoride 
(BeF,?-) are formed, all of which are 
tetrahedral. In contrast Mg?*, Ca?*, 
Sr?*, and Ba?* have poor acceptor 
properties and form only weak com- 
plexes, even with donors such as 
ammonia or edta. Magnesium forms 
Grignard reagents (RMgX), which are 
important in organic synthesis, and 
related compounds R;Mg.MgX; and 
R;Mg are known. The few organic 
compounds of Ca, Sr, and Ba are ionic. 
All isotopes of radium are radioactive 
and radium was once widely used for 
radiotherapy. The half-life of ??5Ra 
(formed by decay of ?38U) is 1600 years. 


alkaloid +One of a group of natural 
organic compounds found in plants. 
They contain oxygen and nitrogen 
atoms. Most are poisonous. Examples 
are strychnine and quinine. 


alkane A type of hydrocarbon with 
general formula C,H;,,; Alkanes are 
saturated compounds, containing no 
double or triple bonds. Methane (CH4) 


and ethane (C2H6) are typical examples. 
The alkanes are fairly unreactive (their 
former name, the paraffins, means 'small 
affinity’). In ultraviolet radiation they 
react with chlorine to give a mixture of 
substitution products. +There are a 
number of ways of preparing alkanes: 
(1) From a sodium salt of a carboxylic 
acid treated with sodalime: 

RCOO-Na* + NaOH > RH + Na;CO; 
(2) By reduction of a haloalkane with 
nascent hydrogen from the action of 
ethanol on a zinc-copper couple: 

RX + 2[H] > RH + HX 
(3) By the Wurtz-reaction — i.e. sodium 
in dry ether on a haloalkane: 
2RX + 2Na 2 2NaX + RR 
(4) By the Kolbé electrolytic method: 
RCOO- > RR 

(5) By refluxing a haloalkane with 
magnesium in dry ether to form a 
Grignard reagent: 

RI + Mg RMgl 
With acid this gives the alkane: 

RMgl + H => RH 
The main source of lower molecular 
weight alkanes is natural gas (for 
methane) and crude oil. 


alkene A type of hydrocarbon with the 
formula C,H2,. The alkenes (formerly 
called olefins) are unsaturated com- 
pounds containing f double carbon- 
carbon bonds. They can be obtained 
from crude oil by cracking alkanes. 
Important examples are ethene (CHa) 
and propene (C;H;), both of which are 
used in plastics production and as star- 
ting materials for the manufacture of 
other organic chemicals. , 
+The methods of synthesizing alkenes 
are: 
(1) The elimination of HBr from a 
haloalkane using an alcoholic solution 
of potassium hydroxide: 
RCH;CH;Br + KOH > KBr + H;O 
+ RCH:CH; 
(2) The dehydration of an 
passing the vapour over 

©): 

(RCH.CH:OH > RCH:CH; + H:O 
The reactions of alkenes include: 
(1) Hydrogenation using Ja 
(usually nickel at about 150°C): 


alcohol by 
hot pumice 


talyst 


RCH:CH; + H; > RCH;CH; 
(2) Addition reactions with halogen 
acids to give haloalkanes: 

RCH:CH; + HX > RCH;CH;X 
The addition follows Markovnikoff'srule. 
(3) Addition reactions with halogens, 
eg. 

RCH:CH,; + Br; > RCHBICHiBr, 
(4) Hydration using concentrated 
sulphuric acid, followed by dilution and 
warming: 

RCH:CH; + H;O0 > RCH(OH)CHs 
(5) Oxidation by cold potassium 
permanganate solutions to give diols: 

RCH:CH; + H;O + [0] > 
RCH(OH)CH;OH 

Ethene can be oxidized in air using a 
silver catalyst to the cyclic compound 
epoxy ethane (C;H4O). 

(6) Polymerization to polyethene (by 
the Ziegler or Phillips process). 

See also oxo reaction, ozonolysis. 


alkoxide +An organic compound con- 
taining an ion of the type RO-, where R 
is an alkyl group. Alkoxides are made 
by the reaction of metallic sodium on an 
alcohol. Sodium ethoxide (CzHsO^Na * ) 
is an example. 


alkylbenzene +A type of organic hydro- 
carbon containing one or more alkyl 
groups substituted onto a benzene ring. 
Methylbenzene (CsHsCHs) and 1,3-dim- 
ethylbenzene are simple examples. 
Alkylbenzenes can be made by a Friedel- 
Crafts reaction or by the Fittig reaction. 
Industrially, large quantities of methyl- 
benzene are made by the hydroforming 
of crude oil. 
Substitution of alkylbenzeues can occur 
at the benzene ring. The alkyl group 
directs the substituent into the 2- or 
4-position. Substitution of hydrogen 
atoms on the alkyl group can also occur. 


alkyne A type of hydrocarbon with the 
general formula C,H;,;. The alkynes 
are unsaturated compounds containing 
triple carbon-carbon bonds. The sim- 
plest member of the series is ethyne 
(C;H;), which can be prepared by the 
action of water on calcium dicarbide. 


allotropy 


The alkynes were formerly called the 
acetylenes. 

CaC; + 2H;0 > Ca(OH): + C2H2 
+In general, alkynes can be made by the 
cracking of alkanes or by the action of a 
hot alcoholic solution of potassium 
hydroxide on a dibromoalkane, for 
example: 

BrCH,CH2Br + KOH — KBr + 
CH2:CHBr + H;O 
CH;:CHBr + KOH > CHCH + KBr + 
H;O 
The main reactions of the alkynes are: 
(1) Hydrogenation with a catalyst 
(usually nickel at about 150°C): 
CH; + H: > CoH, 
CH, + Hı 2 CH; 
(2) Addition reactions with halogen 
acids: 
CH; + HI > H;C:CHI 
H;C:CHI + HI > CH;CHh 
(3) Addition of halogens; for example, 
with bromine in carbon tetrachloride: 
C;H; + Br; ^ BrHC:CHBr 

BrHC:CHBr + Br; > Br;HCCHBr; 
(4) With dilute sulphuric acid at 60-80°C 
and mercury(II) catalyst, ethyne forms 
ethanal: 

CH; + H;O > H;C:C(OH)H 
This enol form converts to the aldehy- 
de: 
CH;COH 
(5) Ethyne polymerizes if passed 
through a hot tube to produce some 
benzene: 
3C,H2 2 CoHe 
(6) Ethyne forms dicarbides (acetylides) 
with ammoniacle solutions of copper(I) 
and silver(1) chlorides. 


alkyl group A group obtained by 
removing a hydrogen atom from an 
alkane or other aliphatic hydrocarbon. 


alkyl halide See haloalkane. 


allotropy The ability of certain elements 
to exist in more than one physical form. 
Sulphur and phosphorus are the most 
common examples. ¢Allotropy is more 
common in groups IV, V, and VI of the 
periodic table than in other groups. 
See also enantiotropy, monotropy. 


alloy 


alloy A mixture of two or more metals 
(e.g. bronze or brass) or of a metal with 
small amounts of non-metals, (e.g. steel). 
+Alloys may be completely homo- 
geneous mixtures or may contain small 
particles of one phase in the other phase. 


Alnico (Trademark) Any of a group of 
very hard brittle alloys used to-make 
powerful permanent magnets. They 
contain nickel, aluminium, cobalt, and 
copper in various proportions. flron, 
titanium, and niobium can also be 
present. They have a high remanence 
and coercive force. . 


alum +A type of double salt. Alums are 
double sulphates obtained by crystal- 
lizing mixtures in the correct propor- 
tions. They have the general formulae: 
M3;SO,.M'^(SO;),.24H;O 
Where M is a univalent metal or ion, 
and M' is a trivalent metal. Thus, 
aluminium potassium sulphate (called 
potash alum, or simply alum) is 
K;SO..AL(SO;),.24H;0 
Aluminium ammonium sulphate (called 
ammonium alum) is 
(NH4)SO,.AL(SO,)..24H;O 
The name ‘alum’ originally came from 
the presence of Al?* as the trivalent ion, 
but is also applied to other salts contain- 
ing trivalent ions, thus: 


Chromium(III) potassium sulphate 
(chrome alum) 
K2S04.Cr(SO,)3.24H20 


alumina See aluminium oxide. 
aluminate See aluminium hydroxide. 


aluminium A soft moderately reactive 
metal; the second element in group III 
of the periodic table. It has the electronic 
structure of neon plus three additional 
outer electrons. There are numerous 
minerals of aluminium; it is the most 
common metallic element in the Earth's 
crust (8.1% by weight) and the third in 
order of abundance. Commercially 
important minerals are bauxite (hydra- 
ted Al,O;), corundum (anhydrous 
Al,03), cryolite (Na;AIF,), and clays 
and mica (aluminosilicates). The metal 


10 


is produced on a massive scale by the 
Hall-Heroult method in which alumina, 
a non-electrolyte, is dissolved in molten 
cryolite and electrolysed. The bauxite 
contains iron, which would contaminate 
the product, so the bauxite is dissolved 
in hot alkali, the iron oxide is removed 
by filtration, and the pure alumina then 
precipitated by acidification, Molten 
aluminium is tapped off from the base of 
the cell and oxygen evolved at the anode. 
The aluminium atom is much bigger 
than boron and its ionization potential 
is not particularly high. Consequently 
aluminium forms positive ions AP +. 
However, it also has non-metallic 
chemical properties. Thus, it is ampho- 
teric and also has a number of covalently 
bonded compounds. 

Unlike boron, aluminium does not form 
a vast range of hydrides — AIH; and 
ALbH, may exist at low pressures, and 
the only stable hydride, (AIH;),, must 
be prepared by reduction of aluminium 
trichloride. The ion AIH,” is widely 
used in the form as LiAIH, as a vigorous 
reducing agent. 

The reaction of aluminium metal with 
oxygen is very exothermic but at 
ordinary temperatures an impervious 
film of the oxide protects the metal from 
further attack. This oxide film also 
protects aluminium from oxidizing acids. 
There is only one oxide, AlO; 
(alumina), but a variety of polymorphs 
and hydrates are known. It is relatively 
inert and has a high melting point, and 
for this reason is widely used as a 
furnace lining and for general refractory 
brick. Aluminium metal will react with 
alkalis releasing hydrogen and producing 
initially Al(OH); then AOH). 
Aluminium reacts readily with the 
halogens; in the case of chlorine thin 
sheets will enflame. The fluoride has a 
high melting point (1290°C) and is ionic. 
The other halides are dimers in the 
vapour phase (two halogen bridges). 
Aluminium also forms a sulphide 
(ALS;) nitride (AIN), and carbide 
(ALC), the latter two at extremely high 
temperatures; 

Because of aluminium's ability to expand 
its coordination number and tendency 


towards covalence it forms a variety of 
complexes such as AIF" and AICI”. A 
number of. very reactive aluminium 
alkyls are also known, some of which 
are important as polymerization cataly- 
sts. 

Symbol: Al; m.p. 659.8°C; b.p. 1800°C; 
r.d. 2.702: p.n. 13; r.a.m. 26.97. 


aluminium acetate (aluminium ethano- 
ate, AKOOCCH3) A white solid 
soluble in water. It is usually obtained 
as the dibasic salt, basic aluminium 
ethanoate (Al(OH)(C2H202)2). Tt is 
prepared by dissolving aluminium 
hydroxide in ethanoic acid and is used 
extensively as a mordant in dyeing and 
as a size for paper and cardboard 
products. +The solution is hydrolysed 
and contains various complex ‘alumin- 
ium-hydroxyl species and colloidal 
aluminium hydroxide. 


aluminium bromide (AIBr;) A - white 
solid soluble in water and many organic 
solvents. 


aluminium chloride (AlCh) A white 
covalent solid that fumes in moist air: 
AICI, + 3H;0 > AKOH); + 3HCI 
It is prepared by heating aluminium in 
dry chlorine or dry hydrogen chloride. 
+Vapour-density measurements show 
that its structure is a dimer; it consists 
of AlCl molecules in the vapour. The 
AlCl, structure would be electron defi- 
cient. Aluminium chloride is used in 
Friedel-Crafts reactions in organic 
preparations. 


aluminium fluoride (AIF;) A white 
crystalline solid that is slightly soluble 
in water but insoluble in most organic 
solvents. Its primary usé is as an additive 
to the cryolite (Na;AIF;) electrolyte in 
the production of aluminium 


aluminium hydroxide (Al(OH)) A 
white powder prepared as a colourless 
gelatinous precipitate by adding ammo- 
nia solution or a small amount of sodium 
hydroxide solution to a solution of an 
aluminium salt. It is an amphoteric 
hydroxide. It is used as a foaming agent 
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aluminium sulphate 


in fire extinguishers and as a mordant in 
dyeing. 
fits amphoteric nature causes it to 
dissolve in excess sodium hydroxide 
solution to form the aluminate ion. 
AI(H;0) (OH); + OH" > 
AKH;O)(OH)« + H20 
No aluminium carbonate is produced 
since solutions of carbonates are suffi- 
ciently alkaline to precipitate aluminium 
hydroxide from solutions of aluminium 
salts. When precipitating, aluminium 
hydroxide readily absorbs coloured 
matter from dyes to form lakes. 


aluminium nitrate (Al(NOs);.9H,O) A 
hydrated white crystalline solid prepared 
by dissolving freshly prepared alumin- 
ium hydroxide in nitric acid. It cannot 
be prepared by the action of dilute nitric 
acid on aluminium since the metal is 
rendered passive. 


aluminium oxide (alumina, Al,0;) A 
white powder that is almost insoluble in 
water. Because of its amphoteric nature 
it will react with both acids and alkalis. 
Aluminium oxide occurs naturally -as 
bauxite, corundum, and white sapphire; 
it is manufactured by heating aluminium 
hydroxide. It is used in the extraction by 
electrolysis of aluminium, as an abrasive ` 
(corundum), in furnace linings (because 
of its refractory properties), and as a 
catalyst (e.g. in the dehydration of 
alcohols). 


aluminium potassium sulphate 
(potash alum, Al(SO;)..K;SO,.24H;O, 
AIK(SO4).12H;O) A white solid, 
soluble in water but insoluble in alcohol, 
prepared by mixing equimolecular quan- 
tities of solutions of ammonium and 
aluminium sulphate followed by crystal- 
lization. It is used as a mordant for dyes, 
as a waterproofing agent, and as a 
tanning additive. 


aluminium sulphate (Al,(SO,):.18H20) 
A white crystalline solid. It is used as a, 
size for paper, a precipitating agent in 
sewage treatment, a foaming agent in 
fire control, and as a fireproofing agent. 
Its solutions are acidic by hydrolysis, 


aluminium trimethyl 


containing such species as Al(H2O)s- 
(OH)?*. 


aluminium trimethyl See trimethyl- 
aluminium. 


amalgam An alloy of mercury with one 
or more other metals. Amalgams may 
be liquid or solid. An amalgam of 
sodium (Na/Hg) with water is used as a 
source of nascent hydrogen. 


americium A highly toxic radioactive 
silvery element of the actinoid series of 
metals. A transuranic element, it is not 
found naturally on Earth but is 
synthesized from plutonium. Ameri- 
cium-241 has been used in gamma-ray 
radiography. 
Symbol: Am; m.p. 994°C; b.p. 2607°C; 
r.d. 13.67; p.n. 95; stablest isotope ?PAm 
(half:life 7.4 x 10? years). 


amide +A type of organic compound of 
general formula RCONH). Amides are 
white solids, which can be formed by 
the partial dehydration of the ammon- 
ium salt of a carboxylic acid: 
RCOO'NH,* - HjO — RCONH; 
Glacial acetic acid can be used as the 

' dehydrating agent. 
Reactions of amides include: 
(1) Reaction with hot acids to give 
carboxylic acids: 
RCONH; + HCl + H:O > RCOOH 
+ NH.Cl 
(2) Reaction with nitrous acid to give 
carboxylic acids and nitrogen: 
RCONH; + HNO, > RCOOH + N; 
+ H,0 
(3) Dehydration by phosphorus(V) 
oxide to give a nitrile: 

RCONH;- H,0 > RCN 

See also Hofmann degradation. 


amine A compound containing a nitro- 
gen atom bound to hydrogen atoms or 
hydrocarbon groups. They have the 
general formula RN, where R can be 
` hydrogen. Amines can be prepared by 
reduction of amides or nitro compounds. 
They are basic, forming the ion RjNH *. 


amino acids Derivatives of carboxylic 
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acids in which a hydrogen atom in an 
aliphatic acid has been replaced by an 
amino group. Thus, from ethanoic acid, 
the amino acid 2-aminoethanoic ‘acid 
(glycine) is formed. All are er 
crystalline, soluble in water, and wit! 

the sole exception of the simplest 

ember, all are optically active. — 

In the body the various proteins are 
assembled from the necessary amino 
acids and it is important therefore that 
all the amino acids should be present a 
sufficient quantities. In man, twelve ol 
the twenty amino acids can be 
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synthesized by the body itself. Since 
these are nct required in the diet they 
are known as non-essential amino acids. 
The remaining eight cannot be syn- 
thesized by the body and have to be 
supplied in the diet. They are known as 
essential amino acids. 

+The amino acids that occur in proteins 
all have the -NH; group and the 
-COOH group attached to the same 
carbon atom. They are thus alpha amino 
acids, the carbon atom being the alpha 
carbon. They have complex formulae 
and are usually referred to by their 
common names, rather than systematic 
names: : 

glycine CH,(NH2)COOH 

alanine CH;CH(NH2)COOH 
phenylalanine 
C;H,CH;CH(NH;)COOH 

tyrosine CH.OHCH;CH(NH;)COOH 
valine (CH;)))CHCH(NH;)COOH 
leucine (CH;),CHCH,CH(NH2)COOH 
isoleucine 
(CH3))CH;CH(CH;)CH(NH;)COOH 
serine CHOHCH(NH;)COOH 
threonine CHICHOHCH(NH;)COOH 
cysteine SHCH;CH(NH;)COOH 
cystine [HOOCCH(NH;)CH;Sh 
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ammonia 


methionine 
CH;S(CH2)xCH(NH2)COOH 
asparagine 
NH,COCH,CH(NH2)COOH 
glutamine 
NH;CH(CH;)(CONH;)COOH 

lysine NH(CH;.CH(NH;)COOH 
arginine 

NH;C(NH) NH(CH;) CH(NH;) 
COOH 

aspartic acid 
COOHCH;CH(NH;)COOH 

glutamic acid COOH(CH2),CH(NH2) 
COOH 

histidine C4HN;CH;CH(NH;)COOH 
tryptophan C;H,NHC,HCH2CH(NH2) 
COOH 

proline NH(CH2);CHCOOH 

Note that proline is in fact a cyclic 
imino acid, with the nitrogen atom 
bonded to the alpha carbon. 

See also optical activity, Phillips 
synthesis. y 


aminobenzene See aniline. 
aminoethane +See ethylamine. 
amino group The group -NH;. 


ammine +A complex in which ammonia 
molecules are coordinated to a metal 
ion; e.g. [Cu(NH3).]** 


ammonia (NH;) A colourless gas with a 
characteristic pungent odour. On cooling 
and compression it forms a colourless 
liquid, which becomes a white solid on 
further cooling. Ammonia is very soluble 
in water (a saturated solution at 0°C 
contains 36.9% of ammonia): the 
aqueous solution is alkaline and contains 
a proportion of free ammonia. Ammonia 
is also soluble in ethanol. It occurs 
naturally to a small extent in the 
atmosphere, and is usually produced in 
the laboratory by heating an ammonium 
salt with slaked lime. Ammonia is 
synthesized industrially from atmos- 
pheric nitrogen and hydrogen by the 
Haber process. Mie 
The compound does not burn readily in 
air but ignites, giving a yellowish brown 
flame, in oxygen. It will react, with 


aluminium trimethyl 


containing such species as Al(H;0);- 
(OH)?*. 


aluminium trimethyl See trimethyl- 
aluminium. 


amalgam An alloy of mercury with one 
or more other metals. Amalgams may 
be liquid or solid. An amalgam of 
sodium (Na/Hg) with water is used as a 
source of nascent hydrogen. 


americium A highly toxic radioactive 
silvery element of the actinoid series of 
metals. A transuranic element, it is not 
found naturally on Earth but is 
synthesized from plutonium. Ameri- 
cium-241 has been used in gamma-ray 
radiography. 
Symbol: Am; m.p. 994°C; b.p. 2607°C; 
r.d. 13.67; p.n. 95; stablest isotope ? Am 
(half-life 7.4 x 10? years). 


amide +A type of organic compound of 
general formula RCONH;. Amides are 
white solids, which can be formed by 
the partial dehydration of the ammon- 
ium salt of a carboxylic acid: 
RCOO"NH,* - HjO ^ RCONH; 
Glacial acetic acid can be used as the 

' dehydrating agent. 
Reactions of amides include: 
(1) Reaction with hot acids to give 
carboxylic acids: 
RCONH, + HCl + H;O > RCOOH 
+ NH4CI 
(2) Reaction with nitrous acid to give 
carboxylic acids and nitrogen: 
RCONH,; + HNO; -> RCOOH + N: 
+ H,0 
(3) Dehydration | by phosphorus(V) 
oxide to give a nitrile: 

RCONH, - H,0 > RCN 

See also Hofmann degradation. 


amine A compound containing a nitro- 
gen atom bound to hydrogen atoms or 
hydrocarbon groups. They have the 
general formula R;N, where R can be 
“hydrogen. Amines can be prepared by 
reduction of amides or nitro compounds. 
They are basic, forming the ion R;NH +. 


amino acids Derivatives of carboxylic 


tertiary 


Amines 


acids in which a hydrogen atom in an 
aliphatic acid has been replaced by an 
amino group. Thus, from ethanoic acid, 
the amino acid 2-aminoethanoic acid 
(glycine) is formed. All are wa 
crystalline, soluble in water, and wi 
the sole exception of the simplest 
member, all are optically active. f 

In the body the various proteins are 
assembled from the necessary amino 
acids and it is important therefore that 
all the amino acids should be present in 
sufficient quantities. In man, twelve of 
the twenty amino acids can be 
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synthesized by the body itself. Since 
these are not required in the diet they 
are known as non-essential amino acids. 
The remaining eight cannot be syn- 
thesized by the body and have to be 
supplied in the diet. They are known as 
essential amino acids. 

+The amino acids that occur in proteins 
all have the -NH; group and the 
-COOH group attached to the same 
carbon atom. They are thus alpha amino 
acids, the carbon atom being the alpha 
carbon. They have complex formulae 
and are usually referred to by their 
common names, rather than systematic 
names: . 

glycine CH(NH;)COOH 

alanine CH;CH(NH2)COOH 
phenylalanine 
CsHsCH,CH(NH2)COOH 

tyrosine CCH4OHCH;CH(NH;)COOH 
valine (CH;));CHCH(NH;)COOH 
leucine (CH;),CHCH,CH(NH2)COOH 
isoleucine 
(CH;)CH;CH(CH;)CH(NH;)COOH 
serine CHIJOHCH(NH;)COOH 
threonine CHICHOHCH(NH;)COOH 
cysteine SHCH;CH(NH;)COOH 
cystine [HOOCCH(NH2)CH2Sh 
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ammonia 


methionine 
CH;S(CH2):CH(NH2)COOH 
asparagine 
NH;COCH;CH(NH;)COOH 
glutamine 
NH;CH(CH;)(CONH;)COOH 

lysine NH(CH;),.CH(NH;)COOH 
arginine 

NH;C(NH) NH(CH;); CH(NH;) 
COOH 

aspartic acid 
COOHCH;CH(NH;)COOH 

glutamic acid COOH(CH;);CH(NH;) 
COOH 

histidine CH;N;CH;CH(NH;)COOH 
tryptophan CSHINHC;HCH;CH(NH;) 
COOH 

proline NH(CH2);CHCOOH 

Note that proline is in fact a cyclic 
imino acid, with the nitrogen atom 
bonded to the alpha carbon. 
See also optical activity, 
synthesis. 


Phillips 


aminobenzene See aniline. 
&minoethane +See ethylamine. 
amino group The group -NH2. 


ammine 1A complex in which ammonia 
molecules are coordinated to a metal 
ion; e.g. [Cu(NH3)4]?* 


ammonia (NH;) A colourless gas with a 
characteristic pungent odour. On cooling 
and compression it forms a colourless 
liquid, which becomes a white solid on 
further cooling. Ammonia is very soluble 
in water (a saturated solution at 0°C 

“contains 36.9% of ammonia): the 
aqueous solution is alkaline and contains 
a proportion of free ammonia. Ammonia 
is also soluble in ethanol. It occurs 
naturally to a small extent in the 
atmosphere, and is usually produced in 
the laboratory by heating an ammonium 
salt with slaked lime. Ammonia is 
synthesized industrially from atmos- 
pheric nitrogen and hydrogen by the 
Haber process. Á 
The compound does not burn readily in 
air but ignites, giving a yellowish brown 
flame, in oxygen. It will react, with 


ammoniacal 


atmospheric oxygen in the presence of 
platinum or a heavy metal catalyst — a 
reaction used as the basis of the commer- 
cial manufacture of nitric acid, which 
involves the oxidation of ammonia to 
nitrogen monoxide and then to nitrogen 
dioxide. Ammonia reacts with acids to 
‘form ammonium salts; for example, it 
reacts with hydrogen chloride to form 
ammonium chloride: 

NHs(g) + HCl(g) ^ NH;Cl(g) 
Ammonia is also used commercially in 
the manufacture of fertilizers, mainly 
ammonium nitrate, urea, and ammon- 
ium sulphate. It is used to a smaller 
extent in the refrigeration industry. 
Liquid ammonia is an excellent solvent 
for certain substances, which ionize in 
the solutions to give ‘ionic reactions 
similar to those occurring in aqueous 
solutions. Ammonia is marketed as the 
liquid, compressed in cylinders (‘anhy- 
drous ammonia’), or as aqueous 
solutions of various strengths. The 
saturated solution is known commer- 
cially as ‘880 ammonia’. 


ammoniacal Describing a solution in 
aqueous ammonia. 


ammonium carbonate ((NH;);CO;) A 
white solid that crystallizes as plates or 
prisms. It is very soluble in water and 
readily decomposes on heating to 
ammonia, carbon dioxide, and water. 
The white solid sold commercially as 
ammonium carbonate is actually a 
double salt of ammonium hydrogen- 
carbonate (NH,HCO;) and ammonium 
aminomethanoate (NH;CO;NH,). This 
salt is manufactured from ammonium 
chloride and calcium carbonate. It 
decomposes on exposure to air into 
ammonium  hydrogencarbonate and 
ammonia, and it reacts with ammonia to 
Bive the true ammonium carbonate. 
Commercial ammonium carbonate is 
used in baking powders, smelling salts, 
and in the dyeing and wool-scouring 
industries. 


ammonium chloride (sal ammoniac, 
NH,Cl) A white crystalline solid with a 
characteristic saline taste. It is very 
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soluble in water (37 g per 100 g of water 
at 20°C). Ammonium chloride can be 
manufactured by the action of ammonia 
on hydrochloric acid. It sublimes on 
heating because of the equilibrium: 

NH,Cl(s) = NHs(g) + HCl(g) 
Ammonium chloride is used in galvan- 
izing, as a flux for soldering, in dyeing 
and calico printing, and in the manufac- 
ture of Leclanché and ‘dry’ cells. 


A 
ammonium ion The ion NH,*, formed 
by coordination of NH; to H *. See also 
quaternary ammonium compound. 


ammonium nitrate (NH;NO;) A col- 
ourless crystaline solid that is very 
soluble in*water (871 g per 100 g of 
water at 100°C). It is usually manufac- 
tured by the action of ammonia on 
nitric acid. It is used in the manufacture 
of explosives and, because of its high 
nitrogen content, as a fertilizer. 


ammonium sulphate ((NH,).SO;) A 
colourless crystalline solid that is soluble 
in water. When heated carefully it gives 
ammonium hydrogensulphate, which on 
stronger heating yields nitrogen, ammo- 
nia, sulphur dioxide, and water. Ammo- 
nium sulphate is manufactured by the 
action of ammonia on sulphuric acid. It 
is the most important ammonium salt 
because of its widespread use as a 
fertilizer. Its only drawback as a fertilizer 
is that it tends to leave an acidic residue 
in the soil. 


amorphous Describing a solid substance 
that has no ‘long-range’ regular arran- 
gement of atoms; i.e. is not crystalline. 
Amorphous materials can consist of 
minute particles that possess order over 
a very short distance. Glasses are also 
amorphous; the atoms in the solid have 
a random arrangement. X-ray analysis 
has shown that many substances that 
were once described as amorphous are 
composed of very small crystals. For 
example, charcoal, coke, and soot (all 
forms of carbon) are made up of small 
graphite-like crystals. 


amount of substance Symbol: n A 


measure of the number of entities present 
in a substance. See mole. 


ampere Symbol: A The SI base unit of 
electric current, defined as the constant 
current that, maintained in two straight 
parallel infinite conductors of negligible 
circular cross section placed one metre 
apart in vacuum, would produce a force 
between the conductors of 2 X 107 
newton per metre. 


ampholyte ion tSee zwitterion. 


amphoteric A material that can display 
both acidic and basic properties. The 
term is most commonly applied to the 
oxides and hydroxides of metals that 
can form both cations and complex 
anions. For example, zinc oxide 
dissolves in acids to form zinc salts and 
also dissolves in alkalis to form zincates, 
[Zn(OH);]^-- 


imu See atomic mass unit. 


amylopectin +The water-soluble fraction 
of starch. See starch. 


imylose +The water-soluble fraction of 
starch. See starch. 


inabolism {All the metabolic reactions 
that synthesize complex molecules from 
more simple molecules. See also 
metabolism. 


inalysis The process of determining the 

constituents or components of a sample. 
There are two broad major classes of 
analysis, qualitative analysis — essen- 
tially answering the question ‘what is 
it?’ and quantitative analysis — answer- 
ing the question “how much of such and 
such a component is present?’ There is a 
vast number of analytical methods, 
which can be applied depending on the 
nature of the sample and the purpose of 
the analysis. These include gravimetric, 
volumetric, and systematic qualitative 
analysis (classical wet methods); and 
instrumental methods, such as spectros- 
copic, nuclear, fluorescence, and polaro- 
graphic techniques. 
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anionic resin 


Andrews’ experiment {An investigation 
(1861) into the relationship between 
pressure and volume for a mass: of 
carbon dioxide at constant temperature. 
The resulting isothermals showed clearly 
the existence of a critical point and led 
to greater understanding of the lique- 
faction of gases. 


angstrom Symbol: A A unit of length 
defined as 10-'° metre. The angstrom is 
sometimes still used for expressing 
wavelengths of light or ultraviolet 
radiation or for the sizes of molecules, 
although the nanometre is preferred. 


anhydride A compound formed by 
removing water from another com- 
pound. Many non-metal oxides are 
anhydrides of acids: for example CO; is 
the anhydride of H;CO;; SO; is the 
anhydride of H,SO,. fOrganic anhy- 
dridés are formed by removing H;O 
from two carboxylic-acid groups, giving 
compounds with the functional group 
-CO.O.CO-. These form a class of 
organic compounds called acid anhy- 
drides (or acyl anhydrides). See acid 
anhydride. 


anhydrite See calcium sulphate. 


aniline (aminobenzene, C;H;NH;) A 
colourless oily substance made by 
reducing nitrobenzene (CsHs;NO,). Ani- 
line is used for making dyes and other 
organic compounds. 


anion A negatively charged ion, formed 
by addition of electrons to atoms or 
molecules. In electrolysis anions are 
attracted to the positive electrode (the 
anode). Compare cation. 


anionic detergent +See detergent. 


anionic resin An ion-exchange material 
that can exchange anions, such as Cl- 
and OH, for anions in the surrounding 
medium. Such resins are used for a wide 
range of analytical and purification 
purposes. d 
+They are often produced by adding a 
quaternary ammonium group 


annealing 


(-N(CH;)*Cl ) or a phenolic group 
(-OH-) to a stable polyphenylethene 
resin. A typical exchange reaction is: 
resin-N(CH;);*Cl- + KOH = 
resin-N(CH;); *OH- + KCI 
Anionic resins can be used to separate 
mixtures of halide ions. Such mixtures 
can be attached to the resin and 
recovered separately by elution. 
See also ion exchange. 


annealing A type of heat treatment 
applied to metals to change their physi- 
cal properties. The metal is heated to, 
and held at, an appropriate temperature, 
before being cooled at a suitable rate to 
produce the desired grain structure. 
Annealing is most commonly used to 
remove the stresses that have arisen 
during rolling, to increase the softness of 
the metal, and to make it easier to 
machine. 


anode In electrolysis, the electrode: that 
is at a positive potential with respect to 
the cathode. In any electrical System, 
such as a discharge tube or electronic 
device, the anode is the terminal at 
which electrons flow out of the System. 


anode sludge See electrolytic refining. 


anodizing tAn industrial process for 

protecting aluminium with an oxide 
layer formed in an electrolytic cell 
containing an oxidizing acid (e.g. 
sulphuric(VI) acid). The layer of AkO; 
is porous and can be coloured with 
certain dyes. 


anthracene (CH) A white crystalline 
solid used extensively in the manufacture 
of dyes. Anthracene is found in the 
heavy- and ‘green-oil fractions of crude 
oil and is obtained by fractional crystal- 
lization. fIts structure is benzene-like, 
having three six-membered rings fused 
together. The reactions are characteristic 
of aromatic compounds. See also 
aromatic compound. 


antibonding orbital See orbital. 


antimonic Designating an antimony(IV ) 
compound. 


antimonous Designating an antimo- 
ny(III) compound. 


antimony A toxic element existing in 
two allotropic forms; the most stable is 
a brittle silvery metal. Arsenic belongs 
to group V of the periodic table. It is 
found in many minerals, principally 
stibnite (Sb;S;). It is used in alloys and 
semiconductor devices. 
Symbol: Sb; m.p. 630.7°C; b.p. 1640°C; 
r.d. 6.69; p.n. 51; r.a.m. 121.7. 


antimony(III) chloride (antimony 
trichloride, SbCl;) +A white deli- 
quescent solid, formerly known as butter 
of antimony. It is prepared by direct 
combination of antimony and chlorine. 
It is readily hydrolysed by cold water to 
form a white precipitate of anti- 
mony(III) chloride oxide (antimony! 
chloride, SbOC1): 

SbCl; + H;O = SbOCI + 2HCI 


antimony(III) chloride oxide +See 
antimony(III) chloride. 


antimony] chloride +See antimony(III) 
chloride. 


antimony(III) oxide (antimony tri- 
oxide, Sb;O:) tA white insoluble solid. 
It is an amphoteric oxide with a strong 
tendency to act as a base. It can be 
prepared by direct oxidation by air, 
oxygen, or steam and is formed when 
antimony(III) chloride is hydrolysed by 
excess boiling water. 


antimony(V) oxide (antimony pen- 
toxide, Sb,0s) TA yellow solid. It is 
usually formed by the action of concen- 
trated nitric acid on antimony or by the 
hydrolysis of antimony(V) chloride. 
Although an acidic oxide, it is only 
slightly soluble in water. 


antimony pentoxide tSee antimony(V) 
oxide. 


antimony trichloride +See antimo- 
ny(III) chloride. 


antimony trioxide +See antimony(III) 
oxide. 


apatite +A naturally occurring phosphate 
of calcium, CaF .Ca3(POs)s- 


aqua regia A mixture of concentrated 
nitric acid and three to four parts of 
hydrochloric acid. It dissolves all metals 
including gold, hence the name. +The 
mixture contains chlorine and NOCI. 


aqueous Describing a solution in water. 


arene An organic compound containing 
a benzene ring; i.e. an aromatic hydro- 
carbon or derivative. 


argentic oxide See silver(II) oxide. 
argentous oxide See silver(I) oxide. 
arginine {See amino acids. 


argon An inert colourless odourless 
monatomic element of the rare-gas 
group. It forms 0.93% by volume of air. 
Argon is used to provide an inert 
atmosphere in electric and fluorescent 
lights and in welding. 
Symbol: Ar; m.p. -1892?C; b.p. 
-185.7*C; d. 1.78 kg m^; p.n. 18; r.a.m. 
39.95. 


aromatic compound An organic com- 
pound containing benzene rings in its 
structure. tAromatic compounds, such 
as benzene, have a planar ring of atoms 
linked by alternate single and double 
bonds. The characteristic of aromatic 
compounds is that their chemical 
properties are not those expected for an 
unsaturated compound; they tend to 
undergo nucleophilic substitution of 
hydrogen (or other groups) on the ring, 
and addition reactions only occur under 

' special circumstances. 
The explanation of this behaviour is 
that the electrons in the double bonds 
are delocalized over the ring, so that the 
six bonds are actually al] identical and 
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Arrhenius equation 


intermediate between single bonds and 
double bonds. The 7 electrons are thus 
spread in a molecular orbital above and 
below the ring. The evidence for this 
delocalization in benzene is that: 

(1) The bond lengths between carbon 
'atoms in benzene are all equal and 
intermediate between single and double 
bond lengths. 

(2) If two hydrogen atoms attached to 
adjacent carbon atoms are substituted 
by other groups, the compound has only 
one structure. If the bonds were different 
two isomers would exist. 

(3) Benzene has a stabilization energy of 
150 kJ mol"! over the Kekule structure. 
The delocalization of the electrons in 
the 7 orbitals of benzene accounts for 
the properties of benzene and its 
derivatives, which differ from the. 
properties of alkenes and other aliphatic 
compounds. The phenomenon is called 
aromaticity. A. definition of aromaticity 
is that it occurs in compounds that obey 
the Hückel rule: i'e. that there should be 
a planar ring with a total of (4n + 2) 7 
electrons. Using this rule as a criterion 
certain non-benzene rings show aromati- 
city. Such compounds are called non- 
benzenoid aromatics. Other compounds 
that have a ring of atoms with alternate 
double and single bonds, but do not 
obey the rule (e.g. cyclooctotetraene, 
which has a non-planar ring of alter- 
nating double and single bonds, are 
called pseudoaromatics. Compare ali- 
phatic compound. See also resonance. 


aromaticity +See aromatic compound. 


Arrhenius equation An equation rela- 
ting the rate constant of a chemical 
reaction and the temperature at which 
the reaction is taking place: 

k = Aexp(-E/RT) 

where A is a constant, k the rate 
constant; T the thermodynamic tempera- 
ture in kelvins, R the gas constant, and 
E the activation energy of the reaction. 

Reactions proceed at different rates at 
different temperatures, i.e. the magni- 
tude of the rate constant is temperature 
"dependent. {The Arrhenius equation is 
often written in a logarithmic form, i.e. 


arsenic 
log.k — log-A - E/2.3RT 
This equation enables the activation 
energy for a reaction to be determined. 


arsenic A toxic metalloid element exis- 
ting in several allotropic forms; the 
most stable is a brittle grey metal. It 
belongs to group V of the periodic table. 
Arsenic is found native and in several 
ores including mispickel (FeSAs), real- 
gar (AsS), and orpiment (As;S;). It is 
used in semiconductor devices, alloys, 
and gun shot. Various compounds are 
used in medicines and agricultural 
insecticides and poisons. 
Symbol: As; m.p. 817°C (grey) at 3 
MPa pressure; sublimes at 613°C (grey); 
r.d. 5.73 (grey); p.n. 33; r.a.m. 74.92. 


arsenic(III) chloride (arsenious chlor- 
ide, AsCl;) tA poisonous oily liquid. It 
fumes in moist air due to hydrolysis 
with water vapour: 
AsCl; + 3H20 = As:0; + 6HCI 
Arsenic(III) chloride is covalent and 
exhibits nonmetallic properties. 


arsenic hydride +See arsine. 


arsenic(III) oxide (arsenious oxide, 
As,0;) fA colourless crystalline solid 
that is very poisonous (0.1 g would be a 
lethal dose). Analysis of the solid and 
vapour states suggests a dimerized 
structure of As,O«. An amphoteric oxide, 
arsenic(III) oxide is sparingly soluble in 
water, producing an acidic solution. It is 
formed when arsenic is burned in air or 
oxygen. 


arsenic(V) oxide (arsenic oxide, As;O:) 
+A white amorphous deliquescent solid. 
]t is an acidic oxide prepared by 
dissolving arsenic(III) oxide in hot 
concentrated nitric acid, followed by 
crystallization then heating to 210°C. 


arsenious chloride See arsenic tri- 
chloride. ` 


arsenious oxide +See arsenic(III) oxide. 


ursine (arsenic hydride, AsH; fA 
poisonous colourless gas with an 


18 


unpleasant smell. It decomposes to 
arsenic and hydrogen at 230°C. It is 
produced in the analysis for arsenic 
(Marsh's test). 


artificial radioactivity Radioactivity 
induced by bombarding stable nuclei 
with high-energy particles. For exam- 
ple: 

HAI + in 2 ffNa + iHe 
represents the bombardment of alumin- 
ium with neutrons to produce an isotope 
of sodium. All the transuranic elements 
(atomic numbers 93 and above) are 
artificially radioactive since they do not 
occur in nature. 


aryl group An organic group derived by 
removing a hydrogen atom from an 
aromatic hydrocarbon or derivative. 


asparagine tSee amino acids. 
aspartic acid +See amino acids. 


astatine A radioactive element belonging 
to the halogen group. It occurs in minute 
quantities in uranium ores. 20 short- 
lived radioisotopes are known, all alpha- 
particle emitters. 
Symbol: At; m.p. 302C; b.p. 337°C; 
p.n. 85; stablest isotope 210At (half-life 
8.3 hours). 


asymmetric atom See isomerism, opti- 
cal activity. 


atmolysis +The separation of gases by 
using their different rates of diffusion. 


atmosphere A unit of pressure defined 
as 101325 pascals (atmospheric pres- 
sure). The atmosphere is used in chemis- 
try only for rough values of pressure; in 
particular, for stating the pressures of 
high-pressure industrial processes. 


atom The smallest part of an element 
that can take part ina chemical reaction. 
Atoms consist of a small dense positively 
charged nucleus, made up of neutrons 
and protons, with electrons in a cloud 
around this nucleus. The chemical 
reactions of an element are determined 


by the number of electrons (which is 
normally equal to the number of protons 
in the nucleus). All atoms of a given 
element have the same number of 
protons (the proton number). A given 
element may have two or more isotopes, 
which differ in the number of neutrons 
in the nucleus. 

+The electrons surrounding the nucleus 
are grouped into shells — i.e. main 
orbits around the nucleus. Within these 
main orbits there may be sub-shells. 
These correspond to atomic orbitals. An 
electron in an atom is specified by four 
quantum numbers: 

(1) The principal quantum number (n), 
which specifies the main energy levels. n 
can have values 1, 2, etc. The correspon- 
ding shells are denoted by letters K, L, 
M, etc., the K shell (n = 1) being the 
nearest to the nucleus. The maximum 
number of electrons in a given shell is 
2n, 

(2) The orbital quantum number (1), 
which specifies the angular momentum. 
For a given value of n, 1 can have 
possible values of n-1, n-2, ..- 2; 51,0; 
For instance, the M shell (n = 3) has 
three sub-shells with different values of 
1 (0, 1, and 2). Sub-shells with angular 
momentum 0, 1, 2, and 3 are designated 
by letters s, p, d, and f. 

(3) The magnetic quantum number (m) 
This can have values -1, -(1 - 1) -.. 9 
esc (Lo Do Lt determines the 
Orientation of the electron orbital in a 
magnetic field. 

(4) The spin quantum number (m.), 
which specifies the intrinsic angular 
momentum of the electron. It can have 
values + 1/2 and -1/2. 

Each electfon in the atom has four 
quantum numbers and, according to the 
Pauli exclusion principle, no two elec- 
trons can have the same set of quantum 
numbers, This explains the electronic 
Structure of atoms. See also Bohr theory. 


atone heat +See Dulong and Petit's 
law. 


atomicity The number of atoms per 
molecule of a compound. Methane, for 
instance has an atomicity of five (CH4). 
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Avogadro's law 


atomic mass unit (amu) Symbol: u A 
unit of mass used for atoms and mole- 
cules, equal to 1/12 of the mass of an 
atom of carbon-12. It is equal to 1.660 33 
x 107? kg. 


atomic number See proton number. 
atomic orbital +See orbital. 
atomic weight See relative atomic mass. 


atto- Symbol: a A prefix denoting 10-!5, 
For example, 1 attometre (am) = 10°'* 
metre (m). 


Aufbau principle tA principle that 
governs the order in which the atomic 
orbitals are filled in elements of succes- 
sive proton number; i.e. a statement of 
the order of increasing energy. The 
order is as follows: . 

152, 2s?, 2p5, 3s?, 3p$, 4s?, 3d, 4p, 5s?, 
4d'°, 5p*, 6s?, 4f!*, 5d'9, 6p*, 7s?, Sf'^, 
6d!’ 

(the superscript indicates the maximum 
number of electrons for each level). 
Note 

(1) Hund's rule of maximum multipli- 
city applies; i.e. degenerate orbitals are 
occupied singly before spin pairing 
Occurs. 

(2) the unexpected position of the d- 
levels, which give rise to the first, second, 
and third transition series. 

(3) the unusual position of the f-levels, 
giving rise to the lanthanoids and 
actinoids. 


auric chloride See gold(III) chloride. 


aurous Designating a compound of 
gold(I). “ 


autocatalysis +See catalyst. 


Avogadro constant Symbol: Na The 
number of particles in one mole of a 
substance. Its value is 6.02252 x 10” 
mol. 


Avogadro's law The principle that equal 
volumes of all gases at the same 
temperature and pressure contain equal 


azeotrope 


numbers of molecules. It is often called 
Avogadro's hypothesis. It is strictly true 
only for ideal gases. 


azeotrope (azeotropic mixture) A 
mixture of liquids for which the vapour 
phase has the same composition as the 
liquid phase. It therefore boils without 
change in composition and consequently 
without progressive change in boiling 
point. 
+The composition and boiling points of 
azeotropes vary with pressure, indicating 
that they are not chemical compounds. 
Azeotropes may be broken by distil- 
lation in the presence of a third liquid, 
by chemical reactions, adsorption, or 
fractional crystallization. 

See constant boiling mixture. 


azeotropic distillation A method used 
lo separate mixtures of liquids that 
cannot be separated by simple distil- 
lation. Such a mixture is called an azeo- 
trope. A solvent is added to form a new 
azeotrope with one of the components, 
and this is then removed and sub- 
sequently separated in a second column. 
An example of the use of azeotropic 
distillation is the dehydration of 96% 
ethanol to absolute ethanol using 
benzene. Azeotropic distillation is not 
widely used because of the difficulty of 
finding inexpensive non-toxic non- 
corrosive solvents that can be easily 
removed from the new azeotrope. 


azide 1. tAn inorganic 
containing the ion N;~. 


2. tAn organic compound of general 
formula RN}. : 


compound 


azine +An organic heterocyclic com- 
pound that has a hexagonal ring contain- 
ing carbon and nitrogen atoms. Pyridine 
is the simplest example. 


azo compound tA type of organic 
compound of the general formula 
RN:NR', where R and R' are aromatic 
groups. Azo compounds can be formed 
by coupling a diazonium compound 
with an aromatic phenol or amine. Most 


are coloured because of the -N:N- (azo 
group). 


azo dye tA type of dye used in acid dyes 
for wool and cotton. The dyes are azo 
compounds; usually sodium salts of 
sulphonic acids. 


azoimide +See hydrazoic acid. 


back e.m.f. tAn e.m.f. that opposés the 
normal flow of electric charge in a 
circuit or circuit element. In some 
electrolytic cells a back e.m.f. is caused 
by the layer of hydrogen bubbles that 
builds up on the cathode as hydrogen 
ions pick up electrons and form gas 
molecules (i.e. as a result of polarization 
of the electrode). 


baking soda See sodium hydrogencar- 
bonate. é 


ball mill A device commonly used in the 
chemical industry for reducing the size 
of solid material. Ball mills have slowly 
rotating steel or stone-lined drums, 
which contain steel balls, flint, or 
pebbles. The material is crushed by the 
tumbling action of the contents of the 
drum. Compare hammer mill. 


Balmer series +A series of lines in the 
spectrum of radiation emitted by excited 
hydrogen atoms. The lines correspond 
to the atomic electrons falling into the 
second lowest energy level, emitting 
energy as radiation. The wavelengths 
(A) of the radiation in the Balmer series 
are given by: 

1/À = R(1/2? - 1/n?) 
where n is an integer and R is the 
Rydberg constant. See Bohr theory. Sce 
also spectral series. 


banana bond (bent bond) {In strained 


N——N 


barium bicarbonate 


OH 


Azo compound 


ring compounds the angles assumed on 
the basis of hybridization are often not 
equal to the angles obtained by joining 
the atomic centres. In these cases it is 
sometimes assumed that the bonding 
orbital is bent or banana-like in shape. 
Cyclopropane is an example, in which 
geometric considerations imply a bond 
angle of 60° while sp hybridization 
implies an inter-orbital angle of around 
100°, giving a banana bond. 


band spectrum A spectrum that appears 
as a number of bands of emitted or 
absorbed radiation. Band spectra are 
characteristic of molecules. Often each 
band can be resolved into a number of 
closely spaced lines. {The bands corres- 
pond to changes of electron orbit in the 
molecules. The close lines seen under 
higher resolution are the result of 
different vibrational states of the mole- 
cule. 
See also spectrum. 


bar A unit of pressure defined as 10° 

pascals. The millibar (mb) is more 
common; it is used for measuring 
atmospheric pressure in meteorology. 


Barft process tA process formerly-used 
for protecting iron by heating it in 
steam, to form a layer of tri-iron 
tetroxide ( Fe3O,). 


barium A dense, low-melting reactive 
metal; the fifth member of group II of 
the periodic table and a typical alkaline- 
earth element. The electronic configura- 
tion is that of xenon with two additional 
outer 6s electrons. Barium is of low 
abundance; it is found as witherite 
(BaCO;) and barytes (Ba3O;). The 
metal is obtained by the electrolysis of 
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the fused chloride using a cooled cathode 
which is slowly withdrawn from the 
melt. Because of its low melting point 
barium is readily purified by vacuum 
distillation. Barium metal is used as a 
‘getter’, i.e, a compound added to a 
system to seek out the last traces of 
oxygen; and as an alloy constituent for 
certain bearing metals. 
Barium has a low ionization potential 
and a large radius. It is therefore strongly 
electropositive and its properties, and 
those of its compounds, are very similar 
to those of the other alkaline-earth 
elements calcium and strontium. tNot- 
able differences in the chemistry of 
barium from the rest of the group are: 
(1) The much higher stability of the 
carbonate. 
(2) The formation of the peroxide below 
800°C. Barium peroxide decomposes on 
strong heating to give oxygen and 
barium oxide; 

BaO; = BaO + O 
This equilibrium was the basis of the 
totally obsolete Brin process for the 
commercial production of oxygen. 
Barium is also notable for the very low 
solubility of the sulphate, which permits 
its application to gravimetric analysis 
for either barium or sulphate. Barium 
compounds give a characteristic green 
colour to flames which is used in 
qualitative analysis. Barium salts are all 
highly toxic with the exception of the 
most insoluble materials. Metallic 
barium has the body-centred cubic 
structure. 
Symbol: Ba; m.p. 714"C; b.p. 1537*C; 
r.d. 3.51; p.n. 56; r.a.m. 137.34. 


barium bicarbonate See barium hydro- 
gencarbonate. 
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barium carbonate 


barium carbonate (BaCO;) A white 
insoluble salt that occurs naturally as 
the mineral witherite. Barium carbonate 
can be readily precipitated by adding an 
alkali carbonate to a barium salt 
solution. On heating it decomposes 
reversibly with the formation of the 
oxide and carbon dioxide: 

BaCO; = BaO + CO; 

It is used as a rat poison. 


barium chloride (BaCl) A white solid 
that can be prepared by dissolving 
barium carbonate in hydrochloric acid 
and crystallizing out the dihydrate 
(BaCl.2H2O). Barium chloride is used 
as the electrolyte in the extraction of 
barium, as a rat poison, and in the 
leather industry. 


barium hydrogencarbonate (barium 
bicarbonate, Ba(HCO;);) A compound 
that occurs only in aqueous solution. It 
is formed by the action of cold water 
containing carbon dioxide on barium 
carbonate, to which it reverts on heating: 
BaCO, + CO; + H;O = Ba(HCO;): 


barium hydroxide (baryta, Ba(OH);) A 
white solid usually obtained as the 
octahydrate, Ba(OH);.8H.O. Barium 
hydroxide is the most soluble of the 
group IIA hydroxides and can be used 
in volumetric analysis for the estimation 


of weak acids using phenolphthalein as 
an indicator. 


barium oxide (BaO) A white powder 
prepared by heating barium in oxygen 
or by thermal decomposition of barium 
carbonate. lt has been used in the 
manufacture of lubricating-oil additives. 


barium peroxide (BaO;) A dense off- 
white powder that can be prepared by 
carefully heating barium oxide in 
oxygen. Barium peroxide is used for 
bleaching straw and silk and in the 


laboratory preparation of hydrogen 
peroxide. 


barium sulphate (BaSO,) A white solid 
that occurs naturally as'the mineral 
barytes. Barium sulphate is very 
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insoluble in water and can be prepared 
easily as a precipitate by adding 
sulphuric acid to barium chloride. 
Barium sulphate is an important indus- 
trial chemical. Under the name of ‘blanc 
fixe’ it is used as a pigment extender in 
surface coating compositions. It is also 
used in the glass and rubber industries. 


barn Symbol: b tA unit of area defined 
as 10-?* square metre. The barn is 
sometimes used to express the effective 
cross-sections of atoms or nuclei in the 
scattering or absorption of particles. 


baryta See barium hydroxide. 


barytes (heavy spar) A mineral form of 
barium sulphate (BaSO,). 


base A compound that releases hydroxyl 
ions, OH', in aqueous solution. Basic 
solutions have a pH greater than 7. tIn 
the Lowry-Brénsted treatment a base is 
a substance that tends to accept a proton. 
Thus OH: is basic as it accepts H* to 
form water, but H;O is also a base 
(although somewhat weaker) because it 


can accept a further proton to form © 


H;O*. In this treatment thé ions of 
classical mineral acids such as $04” 
and NO;~ are weak conjugate bases of 
their respective acids. Electron-pair 
donors, such as trimethylamine and 
pyridine, are examples of organic bases. 


base-catalysed reaction TA reaction 
catalysed by bases. Typical base-cataly- 
sed reactions are the Claisen conden- 
sation and the aldol reaction, in which 
the first step is abstraction of a proton 
to give a carbanion. 


base metal A metal such as iron, lead, or 
copper, distinguished from a precious 
metal such as gold or silver. 


base unit A unit that is defined in terms 
of reproducible physical phenomena or 


prototypes, rather than of other units. , 


The metre, for example, is a base unit in 
the SI, being defined in terms of the 
wavelength of a particular light emis- 
sion. See also SI units. 


basic Having a tendency to release OH” 
ions. Thus any solution in which the 
concentration of OH-' ions is greater 
than that in pure water at the same 
temperature is described as basic; i.e. 
the pH is greater than 7. 


basic aluminium ethanoate See alumin- 
ium acetate. 


basic salt A compound intermediate 
between a normal salt and a hydroxide 
or oxide. The term is often restricted to 
hydroxyhalides (such as Pb(OH)CI, 
Mg,(OH);Ch.4H,0, and Zn(OH)F) 
and hydroxy-oxy salts (for example, 
2PbCO;.Pb(OH):, Cu(OH)2.CuCh, 
Cu( OH ),.CuCO)). *The hydroxyhalides 
are essentially closely packed assemblies 
of OH- with metal or halide ions in the 
octahedral holes. The hydroxy-oxy salts 
have more complex structures than those 
implied by the formulae. 


basic slag See slag. 


batch process A manufacturing process 
in which the reactants are fed into the 
process in fixed quantities (batches), 
«rather than in a continuous flow. At any 
particular instant all the material, from 
its preparation to the final product, has 
reached a definite stage in the process. 
Baking a cake is an example of a batch 
process, Such processes present prob- 
lems of automation and instrumentation 
and tend to be wasteful of energy. For 
this reason, batch processing is only 
economically operated on an industrial 
scale when small quantities of valuable 
or strategic materials are required, e.g. 
drugs, titanium metal. Compare continu- 
ous process. 


battery A number of similar units, such 
as electric cells, working together. Many 
dry ‘batteries’ used in radios, flashlights, 
etc., are in fact single cells. If a number 
of identical cells are connected in series, 
the total e.m.f. of the battery is the sum 
of the e.m.f.s of the individual cells. If 
the cells are in parallel, the e.m.f. of the 
battery is the same as that of one cell, 
but the current drawn from each is less 


benzenecarbaldehyde 


(the total current is split amongst the 
cells). 


bauxite A mineral hydrated form of 
aluminium hydroxide; the principai orc 
of aluminium. 


b.c.c. See body-centred cubic crystal. 


Beckmann thermometer A type of 
thermometer designed to measure 
differences in temperature rather than 
scale degrees. Beckmann thermometers 
have a larger bulb than common ther- 
mometers and a stem with a small 
internal diameter, so that a range of 5"C 
covers about 30 centimetres in the stem. 
The mercury bulb is connected to the 
stem in such a way that the bulk of the 
mercüry can be separated from the stem 
once a particular 5" range has been 
attained. The thermometer can thus be 
set for any particular range. 


bent bond *See banana bond. 


benzaldehyde +See 
hyde. 


benzenecarbalde- 


benzene (C.H.) A colourless liquid 
hydrocarbon with a characteristic odour. 
Benzene is a highly toxic compound and 
continued inhalation of the vapour is 
harmful. It was originally isolated from 
‘coal tar and for many years this was the 
principal source of the compound. 
Contemporary manufacture is from 
hexane; petroleum vapour is passed 
over platinum at 500°C and at 10 
atmospheres pressure: 

CoHis — CoH + 4H? 

Benzene is the simplest aromatic hydro- 
carbon. It shows characteristic substi- 
tution reactions despite the high degree 
of unsaturation implied in its formula. 
The benzene ring is usually represented 
in structural formulae by a hexagon 
with a circle inside it. See also aromatic 
compound. i 


benzenecarbaldehyde (benzaldehyde, 
C,H«CHO) +A yellow organic oil with 
a distinct almond-like odour. Ben- 
zenecarbaldehyde undergoes the reac- 


benzenecarbonyl chloride 


(Je 


S 


Kekule structures 


Tece 


Dewar structures 


representation 


tions characteristic of aldehydes and 
may be synthesized in the laboratory by 
the usual methods of aldehyde synthesis. 
It is used as a food flavouring and in the 
manufacture of dyes and antibiotics, and 
can be readily manufactured by the 
chlorination of methylbenzene and the 
subsequent hydrolysis of (dichloro- 
methyl) benzene: 

C;H;CH; + Ch > CHsCHCI; 
CsHsCHCh + 2H;0 > C,H;CH(OH), 
+ 2HCI 

CsHsCH(OH); > CsH;CHO + H,O 


benzenecarbonyl chloride (benzoyl 


Benzene structures 


chloride, CsHsCOCI) tA liquid acyl 
chloride used as a benzoylating agent. 


benzenecarbonyl group 
group) +The group C&H;.CO-. 


(benzoyl 


benzenecarboxylic acid (benzoic acid, 
C&H.COOH) fA white crystalline 
carboxylic acid. It is used as a food 
preservative. The carboxyl group 
(-COOH) directs further substitution 
onto the benzene ring in the 3 position. 


benzenesulphonic acid (C,H;SO,0H) 
+A white crystalline acid made by 


sulphonation of benzene. Any further 
substitution onto the benzene ring is 
directed into the 3 position. 


benzoic acid +See benzenecarboxylic 
acid. 


benzoylation +See acylation. 


benzoyl chloride +See benzenecarbonyl 
chloride. 


benzoyl group +See benzenecarbonyl 
group. 


benzyl alcohol +See phenylmethanol. 
benzyl group +The group CsHsCH2-. 


Bergius process +A process formerly 
used for making hydrocarbon fuels from 
coal. A powdered mixture of coal, heavy 
oil, and a catalyst was heated with 
hydrogen at high pressure. 


berkelium A radioactive transuranic 
element of the actinoid series of metals, 
not found naturally on Earth. Several 
radioisotopes have been synthesized. 
Symbol: Bk; p.n. 97; stablest isotope 
2478k (half-life 1400 years). 


beryl A mineral, 3BeO.AL;O;.6SiO;, used 
as a source of beryllium. There are 
several varieties including the gemstones 
emerald (coloured green by traces of 
chromium oxide) and aquamarine (a 
blue-green colour). 


beryllium A light metallic element, 
Similar to aluminium but somewhat 
harder; the first element in group II of 
the periodic table. It has the electronic 
configuration of helium with two addi- 
tional outer 2s electrons. 
TBeryllium occurs in a number of 
minerals such as beryllonite (NaBePO,), 
chrysoberyl (Be(AlO;);), bertrandite 
(4BeO.2SiO:), and beryl (3BeO.ALO;.6- 
SiOz). The element accounts for only 
0.0006% by mass of the Earth's crust. 
The metal is obtained by conversion of 
the ore to the sulphate at high tempera- 
ture and pressure with concentrated 
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berylliuin 


sulphuric acid, then to the chloride, 
followed by electrolysis of the fused 
chloride. Alternatively, extraction by 
hydrogen fluoride followed by electroly- 
sis of the fused fluoride may be 
employed. The metal has a much lower: 
general reactivity than lithium or other 
elements in group II. It is used as an 
antioxidant and hardener in some alloys, 
such as copper and phosphor bronzes. 
Beryllium has the highest ionization 
potential of group II and the smallest 
size. Consequently it is less electro- 
positive and more polarizing than other 
members of the group. Thus, Be?* ions 
do not exist as such in either solids or 
solutions, and even with the most 
electronegative elements there is partial 
covalent character in the bonds. The 
metal reacts directly with oxygen, nitro- 
gen, sulphur, and the halogens at various 
elevated temperatures, to form the oxide 
BeO, nitride Be;N;, sulphide BeS, and 
halides BeX;, all of which are covalent. 
Beryllium does not react directly with 
hydrogen but a polymeric hydride 
(BeH;), can be prepared by reduction of 
(CH;)Be using lithium  tetrahydri- 
doaluminate. 

Beryllium is amphoteric forming beryl- 
late species, such as [Be(OH),]^ and 
[Be(OH)])?*. The hydroxide is only 
weakly basic. The element does not 
form a true carbonate; the basic carbon- 
ate, BeCO;.Be(OH); is formed when 
sodium carbonate is added to solutions 
of beryllium compounds. 

Beryllium hydride, chloride, and dime- 
thylberyllium form polymeric bridged 
species but, whereas the bridging in the 
chloride is via an electron pair on 
chlorine atoms and can be regarded as 
an electron-pair donor bond, the 
bonding in the hydride and in the methyl 
compound involves two-electron three- 
centre bonds. Coordination compounds 
are quite common with beryllium, for 
example [BeCl]^. (R2O)2BeCh, and 
[Be(NH;)4]Cl;. Beryllium also forms a 
number of alkyl compounds, some of 
which can be stabilized by coordination. 
Beryllium is extremely toxic. 

Symbol: Be; m.p. 1280°C; b.p. 1500°C; 
r.d. 1.85; p.n. 4; r.a.m. 9.01. 


beryllium bicarbonate 


beryllium bicarbonate +See beryllium 
hydrogencarbonate. 


beryllium carbonate (BeCO;) fAn 
unsiable solid prepared by prolonged 
treatment of a suspension of beryllium 
hydroxide with carbon dioxide. The 
resulting solution is evaporated and 
filtered in an atmosphere of carbon 
dioxide. 


beryllium chloride (BeCl,) tA white 
solid obtained by passing chlorine over 
a heated mixture of beryllium oxide and 
carbon. It is a poor conductor in the 
fused state and in the solid form consists 
of a covalent polymeric structure. It is 
readily soluble in organic solvents but is 
hydrolysed in the presence of water to 
give the hydroxide. The anhydrous salt 
is used as a catalyst. 


beryllium hydrogencarbonate (beryl- 
lium bicarbonate, Be(HCO;).) tA 
compound formed in solution by the 
action of carbon dioxide on a suspen- 
sion of the carbonate, to which it reverts 
on heating: 
BeCO; + CO, + H;O = Be(HCO;), 


beryllium hydroxide (Be(OH):) +A 
solid that can be precipitated from 
beryllium-containing solutions by an 
alkali. In an excess of alkali, beryllium 
hydroxide dissolves to give a beryllate, 
Be(OH)}. In this way, beryllium and 
aluminium hydroxides are similar and 


the reaction is an indication that beryl- 
lium hydroxide is amphoteric. 


beryllium oxide (BeO) +A white solid 
formed by heating beryllium in oxygen 
or by the decomposition of beryllium 
hydroxide or carbonate. Beryllium oxide 
is insoluble in water but it shows basic 
properties by dissolving in acids to form 
beryllium salts: 

BeO + 2H* 2 Be?* + H,O 
However, beryllium oxide also resem- 
bles acidic oxides by reacting with alkalis 
to form beryllates: 

BeO + 20H" + H;0 > Be(OH),?- 
It is thus an amphoteric oxide. Beryllium 
oxide is used for the production of 


beryllium and beryllium-copper refrac- 
tories, for high-output transistors, and 
for pririted circuits. The chemical 
properties of beryllium oxide are similar 
to those of aluminium oxide. 


beryllium sulphate (BeSO;) tAn inso- 
luble salt prepared by the reaction of 
beryllium oxide with concentrated 
sulphuric acid. On heating, it breaks 
down to give the oxide. When heated in 
the presence of water, it readily dissolves 
to give an acidic solution. 


Bessemer process A process for making 
steel from pig iron. A vertical cylindri- 
cal steel vessel (converter) is used lined 
with a refractory material. Air is blown 
through the molten iron and carbon is 
oxidized and thus removed from the 
iron. Other impurities—silicon, sulphur, 
and phosphorus—are also oxidized. 
Irons containing large amounts of phos- 
phorus are treated in a converter lined 
with a basic material, so that a phosphate 
slag is formed. The required amount of 
carbon is then added to the iron to 
produce the desired type of steel. 


bi- Prefix used formerly in naming acid 
salts. For instance, sodium bisulphate 
(NaHSO,) is sodium hydrogensulphate, 
etc. 


bicarbonate See hydrogencarbonate. 


bimolecular Describing a reaction Or 
step that involves two molecules. For 
example, the decomposition of hydro- 
gen iodide, B 
2HI >H: + Lh 
takes place between two molecules and 
is therefore a bimolecular reaction. 
Other common examples are: 
H;O; + h > OH: + HIO 
OH: + H+ > H,O 
+All bimolecular reactions are second 
order, but some second-order reactions 
are not bimolecular. 


binary compound A chemical compound 
formed from two elements; e.g. Fe;O; or 
NaCl. 


biochemistry The study of chemical 
compounds and reactions occurring in 
living organisms. 


Birkeland-Eyde process tAn industrial 
process for fixing nitrogen (as nitrogen 
monoxide) by passing air through an 
electric arc: 

N: + O: > 2NO 
See also nitrogen fixation. 


bismuth A brittle pinkish metallic 
element belonging to group V of the 
periodic table. It occurs native and in 
the ores Bi,S; and Bi2Os. Bismuth is 
widely used in alloys, especially low- 
melting alloys. Compounds are used in 
cosmetics and medicines. 
Symbol: Bi; m.p. 271.3°C; b.p. 1560°C; 
r.d. 9.75; p.n. 83; r.a.m. 208.98. 


bismuth(III) carbonate dioxide (bis- 
muthyl carbonate, BijO;CO:) TA white 
solid prepared by mixing solutions of 
bismuth nitrate and ammonium carbon- 
ate. It contains the (BiO)* ion. 


bismuth(II]) chloride (bismuth tri- 
chloride, BiCh) +A white deliquescent 
solid. It can be prepared by direct 
combination of bismuth and chlorine. 
Bismuth(1II) chloride dissolves in excess 
dilute hydrochloric acid to form a clear 
liquid, but if diluted it produces a white 
precipitate of bismuth(IIT) chloride 
oxide (bismuthyl chloride, BiOCI): 
BiCl, + H,O = BiOCI + 2HCI 
This reaction is often used as an exam- 
ple of a reversible reaction and as a 
confirmatory test for bismuth during 
quantitative analysis. Bismuth( V) chlor- 
ide does not form. 


bismuth(III) chloride oxide See 
bismuth(IIL) chloride. 


bismuth(III) nitrate oxide (bismuthyl 
nitrate, BiONO:) +A white insoluble 


solid, often referred to as bismuth 
subnitrate. It is precipitated when 
bismuth(III) nitrate is diluted and 


contains the (BiO)* ion. Bismuth(III) 
nitrate oxide is used in pharmaceutical 
preparations. 
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bleaching powder 


bismuth trichloride +See bismuth(III) 
chloride. 


bismuthyl compound +A compound 
containing the (BiO)* ion or BiO 
grouping. 


bismuthyl carbonate +See bismuth(III) 
carbonate dioxide. 


bismuthyl chloride +See bismuth(III) 
chloride. 


bismuthyl nitrate +See bismuth(III) 
nitrate oxide. 


bittern The liquid that is left after sodium 
chloride has been crystallized from sea 
water. 


bitumen A mixture of solid or semisolid 
hydrocarbons obtained from coal, oil, 
etc. 


bivalent (divalent) Having a valency of 
two. 


blackdamp See firedamp. 
blanc fixe See barium sulphate. 


blast furnace A furnace for producing 
iron from iron(III) oxide. A mixture of 
the ore with coke and a flux is heated by 
pre-heated air blown into the bottom of 
the furnace. The flux is often calcium 
oxide (from limestone). Molten pig iron 
is run off from the bottom of the furnace. 


bleaching powder A white solid that 
can be regarded as a mixture of calcium 
chlorate(1) (calcium hypochlorite), 
calcium chloride, and calcium hydrox- 
ide. It is prepared on a large scale by 
passing a current of chlorine through a 
tilted cylinder down which. is passed 
calcium hydroxide. Bleaching powder 
has been used for bleaching paper pulps 
and fabrics and for sterilizing water. *Its 
bleaching power arises from the 
formation, in the presence of air contain- 
ing carbon dioxide. of the oxidizing 
agent chloric( I) acid (hypochlorous acid, 
HCIO): 


blende 


Ca(ClO)2-Ca(OH)2.CaCh + 2CO; ^ 
2CaCO; + CaCl, + 2HCIO 


blende A naturally occurring sulphide 
ore. 


blue vitriol Copper(II) sulphate pentahy- 
drate (CuSO,.5H;O). 


boat conformation +See conformation. 


body-centred cubic crystal (b.c.c.) A 
crystal structure in which the unit cell 
has an atom, ion, or molecule at each 
corner of a cube and at the centre of the 
cube. In this type of structure the 
coordination number is 8. It is less 
close-packed than the face-centred cubic 
structure. The alkali metals form crystals 
with body-centred cubic structures. See 
also cubic crystal. 


Bohr theory +A theory introduced by 
Niels Bohr (1911) to explain the spec- 
trum of atomic hydrogen. The model he 
used was that of a nucleus with charge 
+e, orbited by an electron with charge 
-e, moving in a circle of radius r. If v is 
the velocity of the electron, the centri- 
petal force, mv?/r is equal to the force 
of electrostatic attraction, e?/4mer?. 
Using this, it can be shown that the 
total energy of the electron (kinetic and 
potential) is -e?/8zeor. 

If the electron is considered to have 
wave properties, then there must be a 
whole number of wavelengths around 
the orbit, otherwise the wave would be a 
progressive wave. For this to occur 

nÀ = 27r 
where n is an integer, 1, 2, 3, 4, .... The 
wavelength, À, is h/mv, where h is the 
Planck constant and mv the momentum. 
Thus for a given orbit: 
4 nh/2z = mvr 

This means that orbits are possible only 
when the angular momentum (mvr) is 
an integral number of units of h/2z. 
Angular momentum is thus quantized. 
In fact, Bohr in his theory did not use 
the wave behaviour of the electron to 
derive this relationship. He asssumed 
from the beginning that angular momen- 
tum was quantized in this way. Using 
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the above expressions it can be shown 
that the electron energy is given by 
f -met/86?°n?h? 
Different values of n (1, 2, 3, etc.) 
correspond to different orbits with 
different energies; n is the principal 
quantum number. In making a tran- 
sition from an orbit n; to another orbit 
m the energy difference AW is given by: 
AW = W, - W, = 
me*(1/nj? - 1/n?)/8«?h? 
This is equal to hr where v is the 
frequency of radiation emitted or absor- 
bed. Since vA = c, then 
1/A = me*(1/n? - 1/n?)/8ech! 
The theory is in good agreement with 
experiment in predicting the waveleng- 
ths of lines in the hydrogen spectrum, 
although it is less successful for larger 
atoms. Different values of m and m 
correspond to different spectral series, 
with lines given by the expression: 
1/k = R(l/n? - 1/nj) 
R is the Rydberg constant. Its experi- 
mental value is 1.096 78 x 10° m^. The 
value from Bohr theory (me*/8ze?ch?; 
is 1.097 00 x 10’ m:'. See also atom. 


boiling The process by which a liquid is 
converted into a gas or vapour by 
heating at its boiling point. At this 
temperature the vapour pressure of the 
liquid is equal to the external pressure, 
and bubbles of vapour can form within 
the liquid. 


boiling point The temperature at which 
the vapour pressure of a liquid is equal 
to atmospheric pressure. This tempera- 
ture is always the same for a particular 
liquid at a given pressure (for reference 
purposes usually taken as standard 
pressure). See also elevation of boiling 


point. 


boiling point-composition diagram +A 
diagram for a two-component liquid 
system representing both the variation 
of the boiling point and the composition 
of the vapour phase as the liquid-phase 
composition is varied. A mixture of ^ 
and B at composition L, would have à 
boiling point T; and a vapour composi” 
tion Vi, which when condensed would 
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Boiling point — composition diagram 


give a liquid at Lz Lz would boil at T» 
to give vapour V; equivalent to liquid of 
composition Li and so on. Thus the 
whole process of either distillation or 
fractionation of this system will lead to 
progressive enrichment in component 
A. 
For perfect solutions obeying Raoult's 
law the curves would coincide but in 
real cases there will be sufficient inter- 
molecular attraction to cause deviation 
from this. The separation of the curves 
as well as the difference in boiling 
points determines the performance of 
fractionation columns. See also constant- 
boiling mixture. < 


Boltzmann constant Symbol: k {The 
constant 1.380 54 J K-', equal to the gas 
constant (R) divided by the Avogadro 
constant (Na). See also degrees of 
freedom. 


bomb calorimeter A sealed insulated 
container, used for measuring energy 
released during combustion of substan- 
ces (e.g. foods and fuels). A known 
amount of the substance is ignited inside 
the calorimeter in an atmosphere of 
pure oxygen, and undergoes complete 
combustion at constant volume. The 
resultant rise in temperature is related 
i^ the energy released by the reaction. 


Temperature 
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boric acid 


Such:energy values (calorific values) are 
often quoted in joules per kilograrn 
(J kg’). 


bond An interaction between two or 
more atoms or groups of atoms holding 
the atoms together. The forces giving 
rise to bonding may vary from extre- 
mely weak intermolecular forces, about 
0.1 kJ mol-', to very strong chemical 
bonding, about 10? kJ mol*'. See bond 
energy, coordinate bond, covalent bond, 
electrovalent bond, hydrogen bond, 
metallic bond. 


bond energy The energy involved in 

forming a bond. For ammonia, for 
instance, the energy of the N-H bond is 
one third of the energy involved for the 
process 

NH; > N + 3H 
It is thus one third of the heat of 
atomization. 
+The bond dissociation energy is a 
different quantity to the bond energy. It 
is the energy required to break a parti- 
cular bond in a compound, e.g.: 

NH; NH; +H 


boracic acid See boric acid. 
boranes +See boron hydrides. 
borate See boron. 


borax See disodium tetraborate-10-water. 


borax-bead test A preliminary test in 
qualitative inorganic analysis that can 
be a guide to the presence of certain 
metals. A borax bead is, formed by 
heating a little borax on a loop in a 
platinum wire. A minute sample 1s 
introduced into the bead and the colour 
observed in both the oxidizing and 
reducing areas of the bunsen flame. The 
colour is also noted when the bead is 
cold. 


boric acid (boracic acid, H;BO;) A white 
crystalline solid soluble in water, in 
solution it is a very weak acid. Boric 
acid is used as a mild antiseptic vye 


boride 


Borax bead colours 


Metal Oxidizing flame Reducing flame 
chromium green H& C green H & C 
cobalt blue H & C blue H & C 
copper green H, blue C often opaque 
iron brown-red H, yellow C green H & C 
manganese violet H & C colourless H & C 
nickel red-brown C grey-black C 

H hot ù 

C cold 


lotion and was formerly used as a food 
preservative. It is used in glazes for 
enamelled objects and is a constituent of 
Pyrex 'glass'. 

+Trioxoboric(II1) acid is the full system- 
matic name for the solid acid and its 
dilute solutions; in more concentrated 
solutions polymerization occurs to give 
polydioxoboric(III) acid. 


»oride A compound of boron, especially 
one with a more electropositive element. 


Born-Haber cycle +A cycle used in 
calculating the lattice energies of solids. 
The steps involved are: 

Atomization of sodium: 
Na(s) > Na(g) AH, 
Ionization of sodium: 
Na(g) > Na*(g) AH; 

Atomization of chlorine: 

, ClX(g) — 2Cl(g) AH; 
‘Ionization of chlorine: 

Cl(g) + e = Cl-(g) AH; 

Formation of solid: 

Na*(g) + Cl-(g) 5 NaCl(s) AH; 
This last step involves the lattice energy 
AHs. The sum of all these enthalpies is 
equal to the heat of the reaction: 

Na(s) + iCl(g) 2 NaCl(s) 


boron A hard rather brittle metalloid 
element of group II of the periodic 
table. It has the electronic structure 
1s?725?2p'. Boron is of low abundance 
(0.000355) but the natural minerals occur 
ın very concentrated form as borax 
(Na;B.Os.10H;O; and — colemanite 
( Ca;BiO 1). 


30 


+The element is obtained by conversion 
to boric acid followed by dehydration to 
B;O; then reduction with magnesium. 
High-purity boron for semiconductor 
applications is obtained by conversion 
to boron trichloride, which can be puri- 
fied by distillation, then reduction using 
hydrogen. Only small quantities of 
elemental boron are needed commer- 
cially; the vast majority of boron 
supplied by the industry is in the form 
of borax or boric acid. 

As boron has a small atom and has a 
relatively high ionization potential its 
compounds are predominantly covalent; 
the ion B! * does not exist. 

Boron does not react directly with 
hydrogen to form boron hydrides or 
"boranes' but the hydrolysis of mag- 
nesium boride does produce a range of 
boranes such as ByHyo, BsHo, and BH 
Thermal decomposition of these higher 
boranes produces, among other things 
the simplest borane, B;H, (diborane). 
The species ‘BH,’ is only a short lived 
reaction intermediate, 

Finely divided boron burns in oxygen 
above 600°C to give the oxide, B;O;, an 
acidic oxide which will dissolve slowly 
in water to give boric acid (B(OH);) 
and rapidly in alkalis to give borates 
such as Na2B,O;. A number of poly- 
meric species with: B-B and B-O links 
are known, e.g. a lower oxide (BO)« 
and a polymeric acid ( HBO;),. Although 
the parent acid is weak, many salts 
containing borate anions are known but 
their stoichiometry gives little indication 
of their structure, many of which are 


cyclic or linear polymers. These contain 
both *BO;' and planar groups and ‘BO,’ 
tetrahedra. Boric acid and the borates 
give a range of glassy substances on 
heating; these contain cross-linked B- 
O-B chains and nets. In the molten state 
these materials react with metal ions to 
form borates, which on cooling give 
characteristic colours to the glass. 

Boron reacts with nitrogen on strong 
heating (1000°C) to give boron nitride, a 
slippery white solid with a layer struc- 
ture similar to that of graphite, i.e., 
hexagonal rings of alternating B and N 
atoms. The material has an extremely 
high melting point and is thermlly very 
stable but there is sufficient bond 
polarity in the B-N links to permit slow 
hydrolysis by water to give ammonia. 
There is also a ‘diamond like’ form of 
B-N which is claimed to be even harder 
than diamond. 

Elemental boron reacts directly with 
fluorine and chlorine but for practical 
purposes the halides are obtained via 
the BF, route from boric acid: | 


ny + 3Cab; + 3H2SO; > 
3CaSO, + 3H;0 + 2BF; 

BF; + AICI; > AIF; + BCl; 
These halides are all covalent molecutes, 
which are all planar and trigonal in 
shape. Boron halides are industrially 
important as catalysts or promoters in a 
variety of organic reactions including 
polymerization and Friedel-Crafts type 
alkylations. The decomposition of boron 
halides in atmospheres of hydrogen at 
elevated temperatures is also used to 
deposit traces of pure boron in semicon- 
ductor devices. 

Boron forms a range of compounds with 
elements that are less electronegative 
than itself, called borides. Borides such 
as ZrB; and TiB; are hard refractory 
substances, which are chemically inert 
and have remarkably high electrical 
conductivities. Borides have a wide 
range of stoichiometries, from M4B 
through to MB., and can exist in close- 
packed arrays, chains, and two-dimen- 
siongl nets. Natural boron consists of 
two isotopes, "B (18.83%) and ''B 
(81.17%). These percentages are suffi- 
ciently high for their detection by 
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borosilicate 


splitting of infra-red absorption or. by 
n.m.r. spectroscopy. 

Both borax and boric acid are used as 
mild antiseptics and are not regarded as 
toxic; boron hydrides are however highly 
toxic. ` 
Symbol: B; m.p. 2300°C; b.p. 2550°C; 
r.d. 2.34; p.n. 5; r.a.m. 10.81. 


boron hydrides Six hydrides of boron 
ranging from B;H, to BiH, which 
have complex molecular structures. The 
compound B;H, can be prepared by 
reacting boron trichloride with hydro- 
gen. ĦA complex ion, tetrahydri- 
doborate(III) (borohydride, BH4'), can 
be formed; it has very strong reducing 
properties. 


boron nitride (BN) tA compound 
formed by heating boron in nitrogen 
(1000°C). It has two crystalline forms 
See boron. 


boron oxide (B,0;) A glassy hygroscopic 
solid that eventually forms boric acid. it 
forms various salts but also exhibits 
some amphoteric properties. 


boron tribromide (BBr;) A colourless 
liquid. See boron trichloride. 


boron trichloride (BCl;) A fuming liquid 
made by passing dry chlorine over 
heated boron. It is rapidly hydrolysed 
by water: 

BCl; + 3H,0 > 3HCI + H;BO; 

As there are only three pairs of shared 
electrons in the outer shell of the boron 
atom, boron halides form very stable 
addition compounds with ammonia by 
the acceptance of a lone electron pair in 
a coordinate bond to complete a shared 
octet. 


boron trifluoride (BF;) A colourless 
fuming gas made by heating a mixture 
of boron oxide, calcium fluoride. and 
concentrated sulphuric acid. See boron 
trichloride. 


borosilicates Complex compounds 
similar to silicates, but containing BO; 
and BO, units in addition to the €^ 


Bosch process 


units. Certain crystalline borosilicate 
minerals are known. In addition, boro- 
silicate glasses can be made by using 
boron oxide in addition to silicon 
dioxide. These tend to be tougher and 
more heat resistant than 'normal' sili- 
cate glass. 


Bosch process The reaction 
CO + H,0 > CO; + H: 
Using water gas over a hot catalyst, 
used to make hydrogen for the Haber 
process. 


bowl classifier A device that separates 
solid particles in a mixture of solids and 
liquid into fractions according to parti- 
cle size. Feed enters the centre of a 
shallow bowl, which contains revolving 
blades. The coarse solids collect on the 
bottom. fine solids at the periphery. 


Boyle’s law At a constant temperature, 
the pressure of a fixed mass of a gas is 
inversely proportional to its volume: i.e. 

pV=K 
where K is a constant. The value of K 
depends on the temperature and on the 
nature of the gas. The law holds strictly 
only for ideal gases. Real gases follow 
Boyle's law at low pressures and high 
temperatures. See gas laws. 


Brady’s reagent +See 2,4-dinitrophenyl- 
hydrazine. 


Bragg equation An equation used to 
deduce the crystal structure of a material 
using data obtained from X-rays directed 
at its surface. +The conditions under 
which a crystal will reflect a beam of X- 
Tays with maximum intensity is: 

nÀ = 2dsind 
where @ is the angle of incidence and 
reflection (Bragg angle) that the X-rays 
make with the crystal planes, n is a 
small integer, À is the wavelength of the 
X-rays, and d is the distance between 
the crystal planes. 


branched chain See chain. 


brass Any of „a group of copper-zinc 
alloys containing up to 50% of zinc. The 
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colour of brass changes from red-gold to 
golden to silvery-white with increasing 
zinc content. Brasses are easy to work 
and resist corrosion well. Brasses with 
up to 359; zinc can be worked cold and 
are specially suited for rolling into 
sheets, drawing into wire, and making 
into tubes. Brasses with 35-46% zinc are 
harder and stronger but less ductile; 
they require hot working (e.g. forging). 
The properties of brass can be improved 
by the addition of other. elements; lead 
improves its ability to be machined, 
while aluminium and tin increase its 
corrosion-resistance. See also bronze, 
nickel-silver. 


bremsstrahlung See X-radiation. 
Brin process tSee barium. 


bromic(I) acid (hypobromous acid, 
HBrO) A pale yellow liquid made by 
reacting mercury(II) oxide with bromine 
water. It has strong bleaching powers. 
+Bromic(I) acid will donate protons to 
only a small extent and hence is a weak 
acid in aqueous solution. It is a strong 
oxidizing agent. 


bromic(V) acid (HBrO;) A colourless 
liquid made by the addition of dilute 
sulphuric acid to barium bromate. It 
dissociates extensively in aqueous 
solution and is a strong acid. 


bromide See halide. 
brominetion See halogenation. 


bromine A deep red, moderately reactive 
liquid element belonging to the halogens 
(group VII of the periodic table). It 
occurs in small amounts in seawater, 
salt lakes, and salt deposits but is much 
less abundant than chlorine. Bromine 
reacts with most metals but generally 
with Jess vigour than chlorine. It has 
less oxidizing power than chlorine and 
consequently can be released from 
solutions of bromides by reaction with 
chlorine gas. The laboratory method is 
the more convenient oxidation bY 
manganese dioxide. Industrial methods 


of production utilize oxidation by 
chlorine or electrolysis with removal 
from the solution by purging with air. 
Bromine and its compounds are used in 
pharmaceuticals, photography. chemical 
synthesis, fumigants, and in significantly 
large quantities as 1,2-dibromoethane. 
The electropositive elements form ionic 
bromides and the less electropositive 
elements and metalloids form partly 
covalent bromides. The non-metals form 
fully covalent bromides, with stabilities 
that are usually less than those of the 
corresponding chlorides. The metal 
bromides are generally more soluble 
than the corresponding chlorides (bec- 
ause the larger bromide ion reduces the 
lattice energies). 

*Like chlorine, bromine forms oxides, 
BrO and BrO, both of which are 
unstable. The related oxo-acid anions 
hypobromite (BrO-) and bromate 
(BrO;^) are formed by the reaction of 
bromine with cold aqueous alkali and 
hot aqueous alkali respectively, but the 
bromine analogues of chlorite and 
perchlorate are not known. 

Bromine and the interhalogens are 
highly toxic. Liquid bromine and 
bromine solutions are also very corrosive 
and goggles and gloves should always be 
worn when handling such compounds. 
Symbol: Br; m.p. -7.2°C; b.p. 58.7°C; 
r.d. 3.12; p.n. 35; r.a.m. 79.909. 


bromine trifluoride (BrF;) A colourless 
fuming liquid made by direct combina- 
tion of fluorine and bromine. tlt is a 
very reactive compound, reactions 
being similar to those of its component 
halides. 
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bromoethane (ethyl bromide, C;H;Br) 
A colourless volatile compound, used as 
a refrigerant. It can be made from ethene 
and hydrogen bromide. 


bromoform +See tribromomethane. 


bromomethane (methyl ^ bromide, 
CHiBr) A colourless volatile compound 
used as a solvent. It can be made from 
methane and bromine. 


» buffer 


bronze Any of a group of copper-tin 
alloys usually containing 0.5-10% of tin. 
They are generally harder, stronger in 
compression, and more corrosion-resis- 
tant than brass. Zinc is often added, as 
in gunmetal (2-49 zinc), to increase 
strength and corrosion-resistance; Bri- 
tish bronze coins now contain more zinc 
(2.5%) than tin (0.5%). The presence of 
lead improves its machining qualities. 
Some copper-rich alloys containing no 
tin are also called bronzes. Aluminium 
bronzes, for example, with up to 10% 
aluminium, are strong, resistant to 
corrosion and wear, and can be worked 
cold or hot; silicon bronzes, with 1-5% 
silicon, have high «corrosion-resistance; 
beryllium bronzes, with about 2% beryl- 
lium, are very hard and strong. 


Brownian movement The random 
motion of small particles in a fluid — 
for example, smoke particles in air. The 
particles, which may be large enough to 
be visible with a microscope, move 
because they are continuously bombar- 
ded by the molecules of the fluid. 


brown-ring test A qualitative test used 
for the detection of nitrate. A freshly 
prepared solution of ferrous sulphate is 
mixed with the sample and concentrated 
sulphuric acid is introduced slowly to 
the bottom of the tube using a dropping 
pipette so that two layers are formed. A 
brown ring formed where the liquids 
meet indicates the presence of nitrate. 
+The brown colour is [Fe(NO)]SO,, 
which breaks down on shaking. 


buffer A solution in which the pH 
remains reasonably constant when acids 
or alkalis are added to it; i.e. it acts as a 
buffer against (small) changes in pH. 
Buffer solutions generally contain a 
weak acid and one of its salts derived 
from a strong base; e.g. a solution of 
acetic acid and sodium acetate., *If an 
acid is added, the H * reacts with the 
acetate ion (from dissociated sodium 
acetate) to form undissociated acetic 
acid; if a base is added the OH- reacts 
with the acetic acid to form water and 
the acetate ion. The effectiveness of the 


bumping 


buffering action is determined by the 
concentrations of the acid-anion pair. 
Phosphate, oxalate, tartrate, borate, and 
carbonate systems can also be used for 
buffer solutions. 


bumping Violent boiling of a liquid 
caused when bubbles form at pressure 
above atmospheric pressure. 


Bunsen burner A gas burner consisting 
of a vertical metal tube with an adjus- 
table air-inlet hole at the bottom. Gas is 
allowed into the bottom of the tube and 
the gas-air mixture is burnt at the top. 
With too little air the flame is yellow 
and sooty. Correctly adjusted, the burner 
gives a flame with a pale blue inner 
cone of incompletely burnt gas, and an 
almost invisible outer flame where the 
gas is fully oxidized and reaches a 
temperature of about 1500°C. 


Bunsen cell tA type of primary cell in 
which the positive electrode is formed 
by carbon plates in a nitric acid solution 
and the negative electrode consists of 
zinc plates in sulphuric acid solution. 


burette A piece of apparatus used for the 
addition of variable volumes of liquid in 
a controlled and measurable way. The 
burette is a long cylindrical graduated 
tube of uniform bore fitted with a 
stopcock and a small-bore exit jet, 
enabling a drop of liquid at a time to be 
added to a reaction vessel. Burettes are 
widely used in volumetric analysis. 
Standard burettes permit volume meas- 
urement to 0.005 cm? and have a total 
capacity of 50 cm; a variety of smaller 
microburettes is available. 


buta-1,3-diene (butadiene, CH;:CH- 
CH:CH;) +A colourless gas made by 
catalytic dehydrogenation of butane. It 
is polymerized in the manufacture of 
synthetic rubber. Buta-1,3-diene is 
conjugated and to some extent the pi 


electrons are delocalized over the mole- 
cule. 


butanal (butyraldehyde, C;H.CHO) +A 
colourless liquid aldehyde. 
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butane (C:Ho) A gaseous alkane 
obtained either from the gaseous fraction 
of crude oil or by the ‘cracking’ of 
heavier fractions. Butane is easily lique- 
fied and its main use is as a portable 
supply of fuel (bottle gas). 
Butane is the fourth member of the 
homologous series of alkanes. 


butanedioic acid (succinic acid) 
TA crystalline carboxylic 
HOOC(CH;;COOH, occurring 


acid, 
in 


amber and certain plants. It forms during | 


the fermentation of sugar. 


butanoic acid (butyric acid, C4H;C- | 


OOH) *A colourless liquid carboxylic 
acid. Esters of butanoic acid are present 
in butter. 


butanols (CsH»OH) Two alcohols 
derived from butane: —butan-1-0l 
(CH;(CH;j;CH;OH) and butan-2-ol 
(CH;CH(OH)CH;CH;). Both are col- 
ourless volatile liquids used as solvents. 


butanone (methyl ethyl ketone, CH,;CO- 

C;H.) +A colourless volatile liquid 
ketone. It is manufactured by the 
oxidation of butane and used as a 
solvent. 


butenedioic acid tEither of two isomers. 
Transbutenedioic acid (fumaric acid) is 
a crystalline compound found in certain 
plants. b Se 
Cisbutenedioic acid (maleic acid) is 


used in the manufacture of synthetic | 


resins. It can be converted into the trans 
isomer by heating at 120°C. 


butyl group The straight chain alkyl 
group CHi( CH;);CH;-. 


butyraldehyde +See butanal. 
butyric acid +See butanoic acid. 


by-product A substance obtained during 
the manufacture of a main chemical 
product. For example, propanone is not 
now manufactured from propan-1-ol. 
but is obtained as a by-product in the 
manufacture of phenol. 


u^ 7c O.OH 


cis (maleic) 


HOO bs 


Cy 


u^ ™Sco.0H 


trans (fumaric) 


Butenedioic acids 


cadmium A transition metal obtained as 
a by-product during the extraction of 
zinc. It is used to protect other metals 
from corrosion, as a neutron absorber in 
nuclear reactors, and in alkali-type 
batteries. 
Symbol: Có; mp. 320°C; bp. 765°C; 
r.d. 8.7; p.n. 48: r.a.m. 112.41. 


cadmium cell *See Weston cadmium 
cell. 


caesium A soft silvery highly reactive 
element of the alkali metal group. It is 
found in several silicate minerals, 
including. pollucite (CsAISI;O,). Cae- 
sium is used in photocells, as a catalyst, 
in the caesium atomic clock, and 
recently in ion-propulsion systems for 
spacecraft. 
Symbol: Cs; m.p. 28.5"C; b.p. 690°C; 
r.d. 1.87; p.n. 55: r.a.m. 132.91. 
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calcium 


caesium-chloride structure +A form of 
crystal structure that consists of alternate 
layers of caesium ions and chloride ions 
with the centre of the lattice occupied 
by a caesium ion in contact with eight 
chloride ions (i.e. four chloride ions in 
the plane above and four in the plane 
below). 


calcination The formation of a calcium 
carbonate deposit from hard water. 


calcite A mineral form of calcium 
carbonate occurring in limestone and 
marble. 


calcium A moderately soft, low-melting 
reactive metal; the third element in 
group II of the periodic table. The 
electronic configuration is that of argon 
with an additional pair of 4s electrons. 
Calcium is widely distributed in the 
Earth's crust and is the third most abun- 
dant element. Large deposits occur as 
chalk or marble, CaCO:; gypsum, 
CaSO,.2H;O; anhydrite, CaSO.: fluor- 
spar, CaF, and apatite, CaF;.Ca«( POs). 
However sufficiently large quantities of 
calcium chloride are available as waste 
from the Solvay process to satisfy 
industrial requirements for the metal, 
which is produced by electrolysis of the 
fused selt. Large quantities of lime, 
Ca(OH), and quicklime, CaO, are 
produced by decomposition of the 
carbonate for use in both building and 
agriculture. Several calcium minerals 
are mined for the content of the other 
mincral. Thus, limestone is a cheap 
source of carbon dioxide, gypsum and 
anhydrite are used in the manufacture of 
sulphuric acid, phosphate rock for 
phosphoric acid, and fluorspar for a 
range of fluorochemicals. 

Calcium has a low ionization potential 
and a relatively large atomic radius. It is 
therefore a ve; y electropositive element. 
The metal is very reactive and the 
compounds contain the divalent ion 
Ca?*. Calcium forms the oxide (CaO), 
a white ionic solid, on burning in air, 
but for practical purposes the oxide is 
best prepared by heating !he carbonate, 
which decomposes at abou? 800"C. Both 


calcium acetyliae 


the oxide and the metal itself react with 
water to give the basic hydroxide 
(Ca(OH);) On heating with nitrogen, 
sulphur, or the halogens, calcium reacts 
to form the nitride (Ca;N;), sulphide 
(CaS), or the halides (CaX;). Calcium 
also reacts directly with hydrogen to 
give the hydride CaH; and borides, 
arsenides, carbides, and silicides can be 
prepared in a similar way. Both the 
carbonate and sulphate are insoluble. 
Calcium salts impart a characteristic 
brick-red colour to flames which is an 
aid to qualitative analysis. At ordinary 
temperatures calcium has the face- 
centred cubic structure with a transition 
at 450"C to the close-packed hexagonal 
structure. 

Symbol: Ca; m.p. 851°C; b.p. 1487°C; 
r.d. 1.54; p.n. 20; r.a.m. 40.08. 


calcium acetylide See calcium dicar- 
bide. 


calcium bicarbonate See calcium hydro- 
gencarbonate. 


calcium carbide See calcium dicarbide. 


calcium carbonate (CaCO;) A white 
solid that occurs naturally in two 
crystalline forms: calcite and aragonite. 
These minerals make up the bulk of 
such rocks as marble, limestone, and 
chalk. Calcium carbonate also occurs in 
the mineral dolomite (CaCO;.MgCO,). 
It is sparingly soluble in water but 
dissolves in rainwater containing carbon 
dioxide to form calcium hydrogencar- 
bonate, which causes temporary harc- 
ness of water. Calcium carbonate is à 
basic raw material in the Solvay process 


and is used for making glass, mortar, 
and cement. 


calcium chloride (CaCl;) A white solid 
that occurs in a number of hydrated 
forms and.is readily available as a by- 
product of the Solvay process. It is 
readily soluble in water and the solution, 
known as brine, is used in refrigerating 
plants. Other applications that depend 
on its water-absorbing property and the 
low freezing point of the aqueous 
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solution include the suppression of dust 
on roads and in mines and the melting 
of snow. Calcium chloride is also used 
as the electrolyte in the production of 
calcium. 


calcium cyanamide (CaCN;) *A solid 
prepared by heating calcium dicarbide 
to a temperature in excess of 800°C in 
an atmosphere of nitrogen. It is used as 
a fertilizer because ammonia and 
calcium carbonate are slowly formed 
when water is added: 

CaCN; + 3H,0 2 CaCO, + 2NH; 
Other uses include the defoliation of 
cvilun plants and the production of 
melamine. 


calcium dicarbide (calcium acetylide. 
calcium carbide, CaC;) A colourless 
solid when pure. In countries where 
electricity is cheap, calcium dicarbide is 
produced on a large scale by heating 
calcium oxide with coke at a temperature 
in excess of 2000°C in an electric-arc 
furnace. Water is then added to give 
ethyne (C;H;), an important industrial 
organic chemical: 

CaC; + 2H;0 > C;H; + Ca(OH): 1 
*The structure of calcium dicarbide is 
interesting because the carbon is present 
as carbide ions (C;"-). See ethyne. 


calcium-fluoride structure (fluorite 
structure) +A form of crystal structure 
in which each calcium ion is surrounded 
by eight fluoride ions arranged at the 
corners of a cube and each fluoride ion 
is surrounded tetrahedrally by four 
caicium ions. 


calcium hydrogencarbonate (calcium 
bicarbonate, Ca(HCO:);) A solid for- 
med when water containing carbon 
dioxide dissolves calcium carbonate: 
CaCO; + H;O + CO; 2 Ca(HCO;): 
Calcium hydrogencarbonate is a cause 
of temporary hard water. The solid is 
unknown at room temperature. 


calcium hydroxide (slaked lime. 
Ca(OH);) A white solid that dissolves 
sparingly in water to give the alkali 
known as limewater. Calcium hydroxide 


is manufactured by adding water to the 
Oxide, a process known as slaking, which 
evolves much heat. If just sufficient 
water is added so that the oxide turns to 
a fine powder, the product is slaked 
lime. If more water is added, a thick 
Suspension called milk of lime is formed. 
Calcium hydroxide has many uses. As a 
base, it is used to neutralize acid soil 
and to recover ammonia from the 
ammoniacal liquor of gasworks and the 
Solvay process. It is also used in the 
manufacture of mortar, whitewash, and 
bleaching powder and for the softening 
of temporary hard water. 


calcium nitrate (Ca(NO;):) A deli- 
quescent salt that is very soluble in 
water. It crystallizes as the hydrate 
Ca(NO;);4H;O. When the hydrate is 
heated, the anhydrous salt is first 
produced and this subsequently decom- 
poses to give calcium oxide, nitrogen 
dioxide, and oxygen. Calcium nitrate is 
used as a nitrogenous fertilizer. 


calcium octadecanoate (calcium gtear- 
ate, Ca(CHi(CH;)4«COO);) An inso- 
luble salt of octadecanoic acid. It is 
formed as 'scum' when soap, containing 
the soluble salt sodium octadecanoate, 
is mixed with hard water containing 
calcium ions. See soap. 


calcium oxide (quicklime, CaO) A white 
solid formed by heating calcium in 
oxygen or, more widely, by the thermal 
decomposition of calcium carbonate. 
On a large scale, limestone (calcium 
carbonate) is heated in a tall tower 
called a lime kiln to a temperature of 
550°C. The reversible reaction: 
CaCO, = CaO + CO, 
proceeds in a forward direction as the 
carbon dioxide is carried away by the 
upward current through the kiln. 
Calcium oxide is used in extractive 
metallurgy to produce a slag with the 
impurities in metal ores; it is also used 
as a drying agent, and it is an inter- 
mediate for the production of calcium 
hydroxide. 


calcium phosphate (Cas(POs)2) A solid 
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calomel electrode 


that occurs naturally in the mineral 
apatite (CaF2.Ca;(PO,);) and in rock 
phosphate. It is the chief constituent of 
animal bones and is used extensively in 
fertilizers. 


calcium stearate Sce calcium octade- 
cancate. T 


calcium sulphate (anhydrite, CaSO.) A 
white solid that occurs abundantly as 
the mineral anhydrite and as the dihy- 
drate (CaSO,.2H2O), known as gypsum 
or alabaster. When heated, gypsum loses 
water to form the hemihydrate (2CaSOs. 
H;O), which is plaster of Paris. If the 
water is replaced, gypsum reforms and 
sets as a solid. Plaster of Paris is there- 
fore used for taking casts and for setting 
broken limbs. Calcium sulphate is 
sparingly soluble in water and is a cause 
of permanent hardness. It is used in 
ceramics, paint, and in paper making. 


Calgon (Tradename) A substance often 
added to detergents to remove unwanted 
chemicals that have dissolved in water 
and would otherwise react with soap to 
form a scum. Calgon consists of compli- 
cated polyphosphate molecules, which 
absorb dissolved calcium «and mag- 
nesium ions. The metal ions become 
trapped within the Calgon molecules. 


caliche An impure commercial form of 
sodium nitrate. 


californium A radioactive transuranic 
element of the actinoid series of metals, 
not found naturally on Earth. Several 
radioisotopes have been synthesized, 
including californium-252, which is used 
as an intense source of neutrons. 
Symbol: Cf; p.n. 98; stablest isotope 
2S1Cf (half-life 800 years). 


calomel See mercury(1) chloride. 


calomel electrode +A half cell having a 
mercury electrode coated with mer- 
cury(I) chloride (called calomel), in an 
electrolyte consisting of potassium 
chloride and (saturated) mercury(I) 
chloride solution. Its standard electrode 


calorie 


potential against the hydrogen electrode 
is accurately known (-0.2415 V at 25°C) 
and it is a convenient secondary stan- 
dard. 


calorie Symbol: cal A unit of energy 
approximately equal to 4.2 joules. It was 
formerly defined as the energy needed to 
raise the temperature of one gram of 
water by one degree Celsius. Because 
the specific thermal capacity of water 
changes with temperature, this definition 
is not precise. +The mean or ther- 
mochemical calorie (caly) is defined as 
4.184 joules. The international table 
calorie (cal;r) is defined as 4.1868 joules. 
Formerly the mean calorie was defined 
as one hundredth of the heat needed to 
raise one gram of water from 0°C to 
100°C, and the 15°C calorie as the heat 
needed to raise it from 14.5"C to 15.5°C. 


calorific value The energy content of a 
fuel, defined as the energy released in 
burning unit mass of the fuel. 


calx A metal oxide obtained by heating 
an ore to high temperatures in air. 


candela Symbol: cd The SI base unit of 
luminous intensity, defined as the inten- 
sity (in the perpendicular direction) of 
the black-body radiation from a surface 
of 1/600000 square metre at the 
temperature of freezing platinum and at 
a pressure of 101 325 pascals. 


cane sugar See sucrose. 


Cannizzaro reaction +The reaction of 
aldehydes to give alcohols and acid 
an‘ons in the presence of strong bases. 
The aldehydes taking part in the 
Cannizzaro reaction lack hydrogen 
atoms on the carbon attached to the 
aldehyde group. For instance, in the 
presence of hot aqueous sodium 
hydroxide: 

NaOH + 2C,H.CHO => 

C,H-CH;OH + C,HsCOO-Na- 

The reaction is a disproportionation, 
involving both oxidation (to acid) and 
reduction (to alcohol). It can also occur 
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with methanal to give methanol and 
methanoate ions. 

NaOH + 2HCHO 5 CH,OH + 
HCOO'Na* 


canonical form +See resonance. 
carbamide See urga. 


carbanion tån intermediate in an 
organic reaction in which one carbon 
atom is electron-rich and carries a 
negative charge. Carbanions are usually 
formed by abstracting a hydrogen ion 
from a C-H bond using a base, e.g. from 
ethanal to form ~CH,CHO, or from 
organometallic compounds in which the 
carbon atom is bonded to an electro- 
positive metal. 


carbene +A transient species of the form 
RR'C:, with two valence electrons that 
do not form bonds. The simplest exam- 
ple is methylene, HiC:. Carbenes are 
intermediates in some organic reactions. 


carbide A compound of carbon with a 
more electropositive element. +The 
carbides of the elements are classified 
into: 

(1) Ionic carbides, which contain the 
carbide ion C*. An example is alumin- 
ium carbide, Al;Cs. Compounds of this 
type react with water to give methane 
(they were formerly also called methani- 
des). Another type of ionic carbon 
compounu contains the dicarbide ion 
-C:C7. The best-known example 1$ 
calcium dicarbide, CaC;, also known as 
calcium carbide, or simply carbide. 
Compounds of this type give acetylene 
with water. They were formerly called 
acetylides. lonic carbides are forme 
with very electropositive metals. They 
are crystalline. 

(2) Covalent carbides, which have giant- 
molecular structures, as in silicon 
carbide (SiC) and boron carbide (BiC3 
These are hard high-melting solids- 
Other covalent compounds of carbon 
(CO; CS; CH, etc.) have covalent 
molecules. 

(3) Interstitial carbides, which are mter” 
stitial compounds of carbon with tra? 


sition metals. Titanium carbide (TiC) is 
an example. These compounds are all 
hard high-melting solids, with metallic 
properties. Some carbides (e.g. nickel 
carbide NiC) have properties inter- 
mediate between those of interstitial and 
ionic carbides. 


carbocyclic compound A compound, 
such as benzene or cyclohexane, that 
contains a ring of carbon atoms in its 
structure. 


carbohydrates A class of compounds 
Occurring widely in nature and having 
the general formula type C.(H20),. 
(Note that although the name suggests a 
hydrate of carbon these compounds are 
in no way hydrates and have no similari- 
ties to classes of hydrates.) Carbohy- 
drates are generally divided into two 
main classes: sugars and polysac- 
charides. 
Carbohydrates are both stores of energy 
and structural elements in living 
systems; plants having typically 15% 
carbohydrate and animals about 1% 
carbohydrate. The body is able to build 
up polysaccharides from simple units 
(anabolism) or break the larger units 
down to more simple units for releasing 
energy (catabolism). See also poly- 
saccharide, sugar. 


carbolic acid A former name for phenol 
(hydroxybenzene, CHOH). 
Graphite 


carbon 


carbon The first element of group IV of 
the periodic table. Carbon is a universal 
constituent of living matter and the 
principle deposits of carbon compounds 
are derived from living sources; i.e., 
carbonates (chalk and limestone) and 
fossil fuels (coal, oil, and gas). It also 
occurs in the mineral dolomite. The 
element forms only 0.032% by mass of 
the Earth's crust. Minute quantities of 
elemental carbon also occur as graphite 
and diamond. 
The industrial demand for graphite is 
such that it is manufactured in large 
quantities using the Acheson process in 
which coke and small amounts of asphalt 
or clay are raised to high temperatures. 
Large quantities of impure carbon are 
also consumed in the reductive extrac- 
tion of metals. Apart from the demand 
for diamond as a gem-stone there is a 
large industrial demand for low grade 
small diamonds for drilling and grinding 
machinery. High-temperature studies 
show that graphite and diamond can be 
inter-converted at 3000°C and extremely 
high pressures but the commercial 
exploitation would not be viable. 
Carbon burns in oxygen to form carbon 
dioxide and carbon monoxide, CO. 
Carbon dioxide is soluble in water 
forming the weakly acidic carbonic acid, 
the parent acid of the metal carbonates. 
In contrast CO is barely soluble in 
water but it will react with alkali to give 
the methanoate (formate) ion; 


Diamond 


Carbon structures 
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carbonate 


CO + OH- —2 HCO, 
Carbon will react readily with sulphur 
at red heat to form CS; but it does not 
react directly with nitrogen. Cyanogen, 
(CN), must be prepared by heating 
covalent metal cyanides such as CuCN. 
Carbon will also react directly with 
many metals at elevated temperatures to 
give carbides. Carbides can also be 
Obtained by heating the metal oxide 
with carbon or heating the metal with a 
hydrocarbon. There is a bewilderingly 
wide range of metal carbides, both salt- 
like with electropositive elements 
(CaC;) and covalent with the metalloids 
(SiC), and there are also many inter- 
stitial carbides formed with metals such 
as Cr, Mn, Fe, Co, and Ni. 
+The compounds with C-N bonds form 
a significant branch of inorganic chemis- 
try of carbon, these are hydrogen cyanide 
(HCN) and the cyanides, cyanic acid 
(HNCO) and the cyanates, and thio- 
cyanic acid (HNCS) and the thio- 
cyanates, 
Naturally Occurring carbon has the 
isotopic ^ composition "C(98.89% ), 
"C(1.112) and “C (minute traces in 
the upper atmosphere produced by slow 
neutron capture by N atoms). "C is 
used for radiocarbon dating because of 
its long half-life of 5570 years. 
Symbol: C; m.p. 3570°C; b.p. 4827"C; 
r.d.3.51: p.n. 6; ram. 12.01. 


carbonate ^ salt of carbonic acid 
(containing the ion CO;?). 


carbonation The solution of carbon 
dioxide in a liquid under pressure, as in 
carbonated soft drinks. 


carbon dating (radiocarbon dating) A 
method of dating — measuring the age 
of (usually archaeological) materials 
that contain matter of living origin. It is 
based on the fact that "C, a beta emitter 
of half-life approximately 5730 years, is 
being formed continuously in the atmos- 
phere as a result of cosmic-ray action. 
The '*C becomes incorporated into 
living organisms. After death of the 
organism the amount of radioactive 
carbon decreases exponentially by 
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radioactive decay. The ratio of "C to 
'*C is thus a measure of the time elapsed 
since the death of the organic material. 
The method is most valuable for speci- 
mens of up to 20000 years old, though 
it has been modified to measure ages up 
to 70 000 years. For ages of up to about 
8000 years the carbon time Scale has 
been calibrated by dendrochronology; 
ie. by measuring the "C:'C ratio in 
tree rings of known antiquity. 


carbon dioxide (CO;) A colourless 
odourless nonflammable gas formed 
when carbon burns in excess oxygen. It 
is also produced by respiration. Carbon 
dioxide is present in the atmosphere 
(0.03% by volume) and is converted in 
plants to carbohydrates by photosyn- 
thesis. In the laboratory it is made by 
the action of dilute acid on metal 
carbonates. Industrially, it is obtained as 
a by-product in certain processes, such 
as fermentation or the manufacture of 
lime. The main uses are as a refrigerant 
(solid carbon dioxide, called dry ice) 
and in fire extinguishers and carbonated 
drinks. 
Carbon dioxide is the anhydride of the 
weak acid carbonic acid, which is formed 
in water: 

CO; + H;0 2 H;CO; 


carbon disulphide (CS;) A colourless 
poisonous flammable liquid made from 
methane (natural gas) and sulphur. It is 
a solvent. The pure compound is 
virtually odourless, but CS; usually has 
a revolting smell because of the presence 
of other sulphur compounds. 


carbonium ion +An intermediate in an 
organic reaction in which one carbon 
atom is electron-deficient and carries a 
positive charge. Carbonium ions are 
formed by breaking a covalent bond 
between a carbon atom and an elec- 
tronegative atom: 

CiH.Br > C;H,* + Bro 

They are high-energy intermediates and 
can only be stabilized and isolated under 
special conditions. 


carbonize (carburize) To convert an 


organic compound into carbon by 
incomplete oxidation at high tempera- 
ture. 


carbon monoxide (CO) A colourless 
flammable toxic gas formed by the 
incomplete combustion of carbon. In 
the laboratory it can be made by dehy- 
drating methanoic acid with concen- 
trated sulphuric acid 

HCOOH - HjO + CO 

Industrially, it is produced by the 
oxidation of carbon or of natural gas, or 
by the water-gas reaction. It is a power- 
ful reducing agent and is used in metal- 
lurgy. 
*Carbon monoxide is neutral and only 

* sparingly soluble in water. It is not the 
anhydride of methanoic acid, although 
under extreme conditions it can react 
with sodium hydroxide to form sodium 
methanoate. It forms metal carbonyls 
with transition metals, and its toxicity is 
due to its ability to form a complex with 
haemoglobin. 


carbon tetrachloride (tetrachlorome- 
thane, CCl,) A colourless nonflammable 
liquid made by the chlorination of 
methane. Its main use is as a solvent. 


carbonyl +A complex in which C=O 
ligands are coordinated to a metal atom. 
A common example is tetracarbonyl 
nickel(0), Ni( CO). 

carbonyl group The group C=O. It 
occurs in aldehydes (RCO.H). ketones 
(RR'CO), carboxylic acids (RCO.OH), 
and in carbonyl complexes of transition 
metals. 


carboxyl group The organic group 
-CO.OH, present in carboxylic acids. 


(0) 
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Carnot cycle 


carboxylic acid A type of organic 
compound with the general formula 
RCOOH. Many carboxylic acids occur 
naturally in plants and (in the form of 
esters) in fats and oils. hence the 
alternative name fatty acids. The 
methods of preparation are: 
(1) Oxidation of a primary alcohol or 
an aldehyde: 
RCH;OH + 2[0] + RCOOH + H;O 
(2) Hydrolysis of a nitrile using dilute 
hydrochloric acid: 
RCN + HCI + 2H;0 — RCOOH + 
NH.CI 
*The acidic properties of carboxylic 
acids are due to the carbonyl! group, 
which attracts electrons from the C-O 
and O-H bonds. The carboxylate ion 
formed, R-COO., is also stabilized by 
delocalization of electrons over the O- 
C-O grouping. 
Other reactions of carboxylic acids 
include the formation of esters and the 
reaction with phosphorus( V ) chloride to 
form acyl halides. 


carburizing See case hardening. 


carbylamine reaction +See isocyanide 
test. 


carnallite A mineral chloride of potas- 
sium and magnesium, KCI.MgCl;.6H;O. 


Carius method *A method in quan- 
titative analysis for identifying halogens, 
phosphorus, and sulphur in organic 
compounds. The compound is heated 
with concentrated nitric acid, which 
oxidizes the organic matter and leaves 
the element in a form in which it can be 
detected by normal qualitative analysis. 


Carnot cycle +The idealized reversible 
cycle of four operations occurring in a 
perfect heat engine. These are the 
successive adiabatic compression, iso- 
thermal expansion, adiabatic expansion, 
and isothermal compression of the 
working substance. The cycle returns to 
its initial pressure, volume, and tempera- 
ture, and transfers energy to or from 
mechanical work. The efficiency of the 


Carnot's principle 


Carnot cycle is the maximum attainable 
in a heat engine. See Carnov' principle. 


Carnot's principle (Carnot theorem) 
+The efficiency of any heat engine 
cannot be greater than that of a rever- 
sible heat engine operating over the 
same temperature range. It follows 
directly from the second law of ther- 
modynamics, and means that all rever- 
Sible heat engines have the same effi- 
ciency, independent of the working 
substance. If heat is absorbed at 
temperature T, and given out at T, then 
the Carnot efficiency is ( T, - Th)/T,. 


Caro’s acid +See peroxosulphuric( VI) 
acid. 


carrier gas The gas used to carry the 
sample in gas chromatography. 


case hardening Processes for increasing 
the hardness of the surface or ‘case’ of 
the steel used to make such components 
as gears and crankshafts. The oldest 
method is carburizing, in which the 
carbon content of the surface layer is 
increased by heating in a carbon-rich 
environment. Nitriding involves the 
diffusion of nitrogen into the surface 
layer of steel forming intensely hard 
nitride particles in the Structure. A 
combination of both carburizing and 
nitriding is sometimes employed. 


cast iron Alloys of iron and carbon 
made by remelting the crude iron 
produced in a blast furnace. The carbon 
content is usually between 2.4 and 4.0% 
and may be present as iron carbide 
(white cast iron) or as graphite (grey 
cast iron). Additional elements such as 
phosphorus, sulphur, and manganese 
are also present as impurities. Cast iron 
is a cheap metal with an extensive range 
of possible properties and it has been 
used on a very large scale. 


catabolism +All the metabolic reactions 
that break down complex molecules to 
simpler compounds. The function of 
catabolic reactions is to provide energy. 
See also metabolism. 


catalyst A substance that alters the rate 
of a chemical reaction without itself 
being changed chemically in the reac- 
tion. The catalyst can, however, undergo 
physical change; for example, large 
lumps of catalyst can, without loss in 
mass, be converted into a powder. Small 
amounts of catalyst are often sufficient 
to increase the rate of reaction consider- 
ably. A positive catalyst increases the 
rate of a reaction and a negative catalyst 
reduces it. Homogeneous catalysts are 
those that act in the same phase as the 
reactants (ie. in gaseous and liquid 
systems). For example, nitrogen(II) 
oxide gas will catalyse the reaction 
between sulphur(IV) oxide and oxygen 
in the gaseous phase. Heterogeneous 
catalysts act in a different phase from 
the reactants. For example, finely 
divided nickel (a solid) will catalyse the 
hydrogenation of oil (liquid). 
*The function of a catalyst is to provide 
a new pathway for which the rate- 
determining step has a lower activation 
energy than in the uncatalysed reaction. 
A catalyst does not change the products ) 
in an equilibrium reaction and their 
concentration is identical to that in the 
uncatalysed reaction; i.e. the position of 
the equilibrium remains unchanged. The 
catalyst simply increases the rate at 
which equilibrium is attained. In auto- 
catalysis, one of the products of the 
reaction itself acts as a catalyst. In this 
type of reaction the reaction rate 
increases with time to a maximum and 
finally slows down. For example, in the 
hydrolysis of ethyl acetate, the acetic 
acid produced catalyses the reaction. 


catenation The formation of chains of 
atoms in molecules. 


cathode In electrolysis, the electrode that 
is at a négative potential with respect to 
the anode. In any electrical system, such 
as a discharge tube or electronic device: 
the cathode is the terminal at which 
electrons enter the system. 


cation A positively charged ion, formed 
by removal of electrons from atoms of 
molecules. In electrolysis, cations ar€ 
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attracted to the negatively charged 
electrode (the cathode). Compare anion. 


cationic detergent +See detergent. 


cationic resin An ion exchange material 
that can exchange cations, such as H* 
and Na+, for ions in the surrounding 
medium. Such resins are used for a wide 
range of purification and analytical 
purposes. 
*They are often produced by adding a 
sulphonic acid group (-SO,H*) or a 
carboxylate group (-COO-H*) to a 
stable polyphenylethene resin. A typical 
exchange reaction is: 
resin-SO,H * + NaCl = 
resin-SO,"Na* + HCl 
They have been used to great effect to 
separate mixtures of cations of similar 
size having the same charge. Such 
mixtures can be attached to cationic 
resins and progressive elution will 
recover them in order of decreasing 
ionic radius. Promethium was first 
isolated using this technique. 
See also ion exchange. 


caustic potash See potassium hydroxide. 
caustic soda See sodium hydroxide. 


celestine +A mineral sulphate of stron- 
tium, SrSOx. 


cell A system having two plates (electro- 
des) in a conducting liquid (electrolyte). 
An electrolytic cell is used for producing 
a chemical reaction by passing a current 
through the electrolyte (i.e. by electroly- 
sis). A voltaic (or galvanic) cell produces 
an e.m.f. by chemical reactions at each 
electrode. Electrons are transferred to or 
from the electrodes, giving each a net 
charge. 
There is a convention for writing cell 
reactions in voltaic cells. The Daniell 
cell, for instance, consists of a zinc 
electrode in a solution of Zn?* ions 
connected (through a porous pot) to a 
solution of Cu?* ions in which is placed 
a copper electrode. The reactions at the 
electrodes are 

Zn Zn?* + 2e 


cementite 


i.e. oxidation of the zinc to zinc(II), and 
Cu!* + 2e5 Cu 

i.e. reduction of copper(II) to copper. A 

cell reaction of this type is written: 
Zn|Zn?* (aq)| Cu? *(aq)| Cu 

The e.m.f. is the potential of a lead on 

the right minus the potential of a lead 

on the left. Copper is positive in this 

case and the e.m.f. of the cell is stated as 

+1.10 volts. See also accumulator, 

Daniell cell, electrolysis, Leclanché cell. 


cellulose A polysaccharide (CyHi0Os)m 
which is the main constituent of the cell 
walls of plants. It is obtained from wood 
pulp. 


cellulose acetate +A polymeric sub- 
stance made by acetylating cellulose. It 
is used in plastics, in acetate film, and in 
acetate rayon. 


cellulose nitrate (gun cotton, nitro- 
cellulose) A highly flammable substance 
made by treating cellulose with a nitric- 
sulphuric acid mixture. Cellulose nitrate 
is used in explosives. tlt is an ester of 
nitric acid (not a nitro compound). 


Celsius scale A temperature scale in 
which the temperature of melting pure 
ice is taken as 0? and the temperature of 
boiling water 100° (both at standard 
pressure). The degree Celsius (°C) is 
equal to the kelvin. This was known as 
the centigrade scale until 1948, when the 
present name became official. +Celsius’ 
original scale was inverted (i.e. had 0? as 
the steam temperature and 100? as the 
ice temperature). 

See also temperature scale. 


cement A powdered mixture of calcium 
silicates and aluminates, which is made 
by heating limestone (CaCO;) with clay, 
and grinding the result. When mixed 
with water reactions occur with the 
water (hence the name hydraulic 
cement), and a hard solid aluminosili- 
cate is formed. 


cementite (FeC) A constituent of 
certain cast irons and steels. The 


centi- 


presence of cementite increases the 
hardness of the metal. 


centi- Symbol: c A prefix denoting 10-7. 
For example, 1 centimetre (cm) — 107? 
metre (m). 


centigrade scale See Celsius scale. 


centrifuge An apparatus for rotating a 
container at high speeds, used to increase 
the rate of sedimentation of suspensions. 
See also ultracentrifuge. 


centrifugal pump +A device commonly 
used for transporting fluids around a 
chemical plant. Centrifugal pumps 
usually have 6-12 blades rotating inside 
a fixed circular casing. As the blades 
rotate, the fluid is impelled out of the 
pump along a pipe. Centrifugal pumps 
do not produce high Pressures but they 
have the advantage of being relatively 
cheap because they are simple in design, 
have no valves, and work at high speeds. 
In addition they are not damaged if a 
blockage develops. Compare displace- 
ment pump. 


ceramics Useful high-melting inorganic 
materials, Ceramics include silicates and 
aluminosilicates, refractory metal oxides, 
and metal nitrides, borides, etc. Pottery 
and porcelain are examples of ceramics. 


cerium A ductile malleable silvery 
element of the lanthanoid sers of 
metals. It occurs in association with 
other lanthanoids in many minerals, 
including monazite and bastnasite. 
Cerium is used in several alloys 
(especially for lighter flints), as a 
catalyst, and in compound form in 
carbon-arc searchlights, etc., and in the 
glass industry. 

Symbol: Ce; m.p. 799°C; b.p. 3430°C; 
r.d. 6.7; p.n. 58; r.a.m. 140.12. 


cerussite A naturally Occurring form of 
lead(II) carbonate that is an important 
lead ore. It forms orthorhombic crystals 
and is often found together with galena 
(PbS). 
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C.g.s. System A system of units that uses 
the centimetre, the gram, and the second 
as the base rnechanical units. Much 
early scientific work used this system, 
but it has now almost been abandoned. 


chain When two or more atoms form 
bonds with each other in a molecule, a 
chain of atoms results. This chain may 
be a straight chain, in which each atom 
is added to the end of the chain, or it 
may be a branched chain, in which the 
main chain of atoms has one or more 
smaller side chains branching off it. 


chain reaction A self-sustaining chemi- 
cal reaction consisting of a series of 
steps, each of which is initiated by the 
one before it. An example is the reaction 
between hydrogen and chlorine: 
Cl; 2 2Cl- 

H: + Cl: HCl + H: 

H- + Ch; 2 HCI + Cl- 
The first stage, chain initiation, is the 
dissociation of chlorine molecules into 
atoms; this is followed by two chain 
Propagation reactions. Two molecules 
of hydrogen chloride are produced and 
the ejected chlorine atom is ready to 
react with more hydrogen. 
Induced nuclear fission reactions 
depend on chain reactions; the fission 
reaction is maintained by the two or 
three neutrons set free in each fission. 


chair conformation tSee contormation. 

chalcogens See group VI elements. 

chalk A natural form of calcium carbon- 
ate (CaCO;) formed originally by 


marine organisms. (Blackboard chalk is 
calcium sulphate, CaSO,). 


charcoal An amorphous form of carbon! 


made by heating wood or other organic 
material in the absence of air. Activated 
charcoal is charcoal heated to drive off 
absorbed gas. It is used for absorbing 


gases and for removing impurities from 
liquids. 


Charles’ law For a given mass of gas at 
constant pressure, the volume increases 


by a constant fraction of the volume at 
0°C for each Celsius degree rise in 
temperature. The constant fraction (a) 
has almost the same value for all gases 
— about 1/273 — and Charles’ law can 
be written in the form“ 

V = Vo(1 + að) 
where V is the volume at temperature 
@C and Vp the volume at 0°C. The 
constant a, is the thermal expansivity of 
the gas. For an ideal gas its value is 
1/273.15. 
A similar relationship exists for the 
pressure of a gas heated at constant 
volume: 

p= po(1 + að) 
Here, ap is the pressure coefficient. For 
an ideal gas 

Op = Oy 
although they differ slightly for real 
gases. It follows from Charles’ law that 
for a gas heated at constant pressure, 
VW/T=K 3 

where T is ttie thermodynamic tempera- 
ture and & is a constant. Similarly, at 
constant volume, p/ T is a constant. 
Charles’ volume law is sometimes called 
Gay-Lussac's law after its independent 
discoverer. See also absolute tempera- 
ture, gas laws. 


chelate +A metal coordination complex 
in which one ligand coordinates at two 
or more points to the same metal ion. 
The resulting complex contains rings of 
atoms that include the metal atom. An 
example of a chelating agent is 
1,2-diaminoethane (H;:NCH;CH;NH;), 
which can coordinate both its amine 
groups to the same atom. It is an exam- 
ple of a bidentate ligand (having two 
‘teeth’). Edta, which can form up to six 
bonds, is another example of a chelating 
agent. The word chelate comes from the 
Greek word meaning ‘claw’. 


chemical bond A link between atoms 
that leads to an aggregate of sufficient 
stability to be regarded as an indepen- 
dent molecular species. Chemical bonds 
include covalent bonds, electrovalent 
bonds, coordinate bonds, and metallic 
bonds. Some authors also include hydro- 
gen bonds and van der Waals forces. 
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chloramine 


chemical combination, laws of A group 
of chemical laws developed during the 
late 18th and early 19th centuries, which 
arose from the recognition of the impor- 
tance of quantitative (as opposed to 
qualitative) study of chemical reactions. 
The laws are: 
(1) the law of conservation of mass 
(matter) (Lavoisier, 1774) 
(2) the law of constant (definite) propor- 
tions (Proust, 1799) 
(3) the law of multiple proportions 
(Dalton, 1804). 
These laws played a significant part in 
Dalton's development of his atomic 
theory (1808). See conservation of mass 
(law of), constant proportions (law of), 
multiple proportions (law of). 


chemical engineering The branch of 
engineering concerned with the design 
and maintenance of a chemical plant 
and its ability to withstand extremes of 
temperature and pressure, corrosion, 
and wear. It enables laboratory processes 
producing grams of material to be 
converted into a large-scale plant 
producing tonnes of material. Chemical 
engineers plan large-scale chemical 
processes by linking together the appro- 
priate unit processes and by studying 
such parameters as heat and mass" 
transfer, separations, and distillations. 


chemisorption +See adsorption. 

Chile saltpetre See sodium nitrate. 

chiral centre An atom in a molecule 
that is attached to four different groups. 
See isomerism, optical activity. 

chirality The property of existing in left- 
and right-handed forms. In chemistry 
the term is applied to the existence of 
optical isomers. See isomerism, optical 
activity. 

chloral +See trichloroethanal. 

chloral hydrate +See trichloroethanal. 


chloramine (NH;Cl) +A _ colourless 
liquid made by reacting ammonia with 


chlorate . 


sodium chlorate(I) (NaOCl). It is 
formed as an intermediate in the produc- 
tion of hydrazine. Chloramine is 
unstable and changes explosively into 
ammonium chloride and nitrogen tri- 
chloride. 


chlorate A salt of a chloric acid. 


chloric(I) acid (hypochlorous acid, 
HCIO) A colourless liquid produced 
when chlorine is dissolved in water. It is 
a bleach and gives chlorine water its 
disinfectant properties. +To increase the 
yield of acid, the chlorine water can be 
shaken with a small amount of 
mercury(II) chloride. The Cl-O bond is 
broken more easily than the O-H bond 
in aqueous solution; the acid is 
consequently a poor proton donor and 
hence, a weak acid. 


chloric(III) acid (chlorous acid, HCIO;) 
A pale yellow liquid produced by 
reacting chlorine dioxide with water. It 
is a weak acid and oxidizing agent. 


chloric(V) acid (chloric acid, HCIO;) A 
colourless liquid with a pungent odour, 
formed by the action of dilute sulphuric 
acid on barium chlorate. It is a strong 
acid and has bleaching properties. 
fChloric(V) acid is a strong oxidizing 
agent and in concentrated solution it 
will ignite organic substances, such as 
paper and sugar. 


Chloric(VII) acid (perchloric acid, 
HCIO,) A colourless liquid that fumes 
strongly in moist air. It is made by 
vacuum distillation of a mixture of 
potassium perchlorate and concentrated 
sulphuric acid. In contact with organic 
material it is dangerously explosive. 
{The hydrate (HCIO..H;O) of chlor- 
ic( VII) acid is a white crystalline solid 
at room temperature and has an ionic 
lattice structure of the form (H30)* 


(CIO). 
chloric acid See chloric(V) acid. 


chloride See halide. 


chlorination 1. Treatment with chlorine; 
for instance, the use of chlorine to 
disinfect water. 
2. See halogenation. 


chlorine A green reactive gaseous 
element belonging to the halogens 
(group VII of the periodic table). It 
occurs in sea-water, salt lakes, and 
underground deposits of halite, NaCl. It 
accounts for about 0.055% of the Earth's 
crust. Chlorine is strongly oxidizing and 
can only be liberated from its salts by 
strong oxidizing agents, such as man- 
ganese dioxide, potassium perman- 
ganate, or potassium dichromate; note 
that sulphuric acid is not sufficiently 
oxidizing to release chlorine from 
chlorides. Industrially, chlorine is 
prepared by the electrolysis of brine and 
in some processes chlorine is recovered 
by the hign-temperature oxidation of 
waste hydrochloric acid. Chlorine is 
used in large quantities, both as the 
element, to produce chlorinated organic 
solvents, and for the production of 
polyvinyl chloride (PVC), the major 
thermoplastic in use today, and in the 
form of hypochlorites for bleaching. 
Chlorine reacts directly and often 
vigorously with many elements; it reacts 
explosively with hydrogen in sunlight to 
form hydrogen chloride, HCl, and 
combines with the  electropositive 
elements to form metal chlorides. The 
metals of main groups I and II form 
ionic chlorides but an increase in the 
metal charge/size ratio leads to the 
chlorides becoming increasingly cov- 
alent. For example, CsCl is totally ionic, 
AICI; has a layer lattice, and TiCl, is 
essentially covalent. The electronegative 
elements form volatile molecular chlori- 
des characterized by the single covalent 
bond to chlorine. With the exception of 
Pb**, Agt, and Hg;?*, the ionic 
chlorides are soluble in water, dissolving 
to give the hydrated metal ion and the 
chloride ion Cl-. 
TChlorides of metals other than the 


most electropositive are hydrolysed if 
aqueous solutions are evaporated; for 
example, 


ZnCl, + H,O > Zn(CH)CI + HCl 
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FeCl; + 3H;0 — Fe(OH); + 3HCI 
Chlorine forms four oxides, chlorine 
monoxide, ClO; chlorine dioxide, 
C10;; chlorine hexoxide, Cl;Os and 
chlorine heptoxide, Cl;O»; all of which 
are highly reactive and explosive. 
Chlorine dioxide finds commercial 
application as an active oxidizing agent 
but because of its explosive nature it is 
usually diluted by air or other gases. 
The chloride ion is able to function as a 
ligand with a large variety of metal ions 
forming such species as [FeCL], 
[CuCL]*, and [Co(NH3)sCh]*. The 
formation of anionic chloro-complexes 
is applied to the separation of metals by 
anion-exchange methods. 

Because of the hydrolysis of many metal 
chlorides when solutions are evaporated, 
special techniques, must be used to 
prepare anhydrous chlorides. These are: 
(1) reaction of dry chlorine with the hot 
metal 

(2) reaction of dry hydrogen chloride 
with the hot metal (lower valencies) 

(3) reaction of dry hydrogen chloride on 
the hydrated chloride. 

The solubility of inorganic metal 
chlorides is such that they are not an 
environmental problem unless the metal 
ion itself is toxic, but many organo- 
chlorine compounds are sufficiently 
stable for the accumulated residues of 
chlorine containing pesticides to present 
a severe problem in some areas. This 
arises because they can accumulate in 
food chains and concentrate in the 
tissues of higher animals. Chlorine and 
hydrogen chloride are both highly toxic. 
Thus chlorides that hydrolyse to release 
HCI should also be regarded as toxic. 
As organochlorine compounds are 
frequently even more toxic, they should 
not be handled without gloves and 
precautions should be taken against 
inhalation. 

Symbol: Cl; m.p. -103*C; b.p. -34.6°C; 
d. 3.214 kg m^; p.n. 17; r.a.m. 35.453. 


chlorine dioxide (CIO;) An orange gas 
formed by the action of concentrated 
sulphuric acid on potassium chlorate. It 
is a powerful oxidizing agent and its 
explosive properties in the presence ofa 
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chloroethanoic acid 


reducing agent were used to make one 
of the first matches. It is widely used in 
the purification of water and as a bleach 
in the flour and wood pulp industry. On 
an industrial scale an aqueous solution 
of chlorine dioxide is made by passing 
nitrogen dioxide up a tower packed with 
a fused mixture of aluminium oxide and 
clay, down which a solution of sodium 
chlorate flows. 


chlorine monoxide See dichlorine 
oxide. 


chlorite A chlorate(III) salt; i.e. a salt of 
chloric(III) acid (chlorous acid). 


chloroacetic acid +See chloroethanoic 
acid. 


chlorobenzene (monochlorobenzene, 
CsHsCl) tA colourless liquid made by 
the catalytic reaction of chlorine with 
benzene. It can be converted to phenol 
by reaction with sodium hydroxide 
under extreme conditions (300°C and 
200 atmospheres pressure). It is also 
used in the manufacture of other organic 
compounds, 


2-chlorobuta-1,3-diene (chloroprene, 
H;C:CH.CCI:CH;) +A colourless liquid 
derivative of butadiene used in the 
manufacture of neoprene rubber. 


chloroethane (ethyl chloride, C;H;Cl) 
A gaseous compound made by the 
addition of hydrogen chloride to ethene. 
It is used as a refrigerant and a local 
anaesthetic. 


chloroethanoic acid (chloroacetic acid, 
CH;CICOOH) fA colourless crystalline 
solid made by substituting one of the 
hydrogen atóms of the methyl group of 
ethanoic acid with chlorine, using red 
phosphorus. It is a stronger acid than 
ethanoic acid because of the electron- 
withdrawing effect of the chlorine atom. 
Dichloroethanoic acid (dichloroacetic 
acid, CHCLCOOH) and rtrichloroe- 
thanoic acid (trichloroacetic acid, 
CCl,COOH) are made in the same way. 


chloroethene 


The acid strength increases with the 
number of chlorine atoms present. 


chloroethene (vinyl chloride, H;C:- 
CHCI) A gaseous organic compound 
used in the manufacture of PVC 
(polyvinyl chloride). +Vinyi chloride is 
manufactured by the reaction between 
ethyne and hydrogen chloride using a 
mercury chloride catalyst: 

CH; + HCI > H;C:CHCI 
An alternative source, making use of the 
ready supply of ethene, is via dich- 
loroethane: 
H;C:CH; + Ch > CH;Cl.CH;CIl = 
H;C:CHCI 


chloroform See trichloroethane. 


chloromethane (methyl chloride, 
CH3Cl) A colourless gaseous compound 
made by the chlorination of methane. It 


is used as a refrigerant and local 
anaesthetic. 


chloroplatinic acid (platinic chloride, 
H2PtCls) tA reddish compound pre- 
pared by dissolving Platinum in aqua 
regia. When crystallized from the resul- 
ting solution, crystals of the hexahydrate 
(H;PtCl,.6H;0) ‘are obtained. The 
crystals are needle-shaped and deli- 
quesce on exposure to moist air, Chloro- 
platinic acid is a relatively strong acid, 


giving rise to the family of chloro- 
platinates. 


chloroprene 


+See 
1,3-diene. 


2-chlorobuta- 


chlorous acid See chloric(III) acid. 


chromatography A technique used to 
Separate or analyse complex mixtures. A 
number of related techniques exist; the 
most important are column chromato- 
graphy, paper chromatography, thin- 
layer chromatography, gas chromato- 
graphy, and ion exchange. These chro- 
matographic techniques require a sample 
to be placed at one end of a column of a 
solid or a liquid, which is held on an 
inert packing material. These columns 
are known as the stationary phase. A 
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liquid or a gas, known as tne mobile 
phase, is passed through the column. 
The components of the sample will 
dissolve in, and be carried along by, the 
mobile phase. Some of the components, 
however, will tend to cling to the 
stationary phase more than others and 
their progress through the column will 
be slower. The mixture will separate as 
the solvent moves through the stationary 
phase. In chromatography used for 
purification, separated components are 
collected as they emerge from the end of 
the column. For analysis purposes, 
however, the different components can 
often be identified simply by comparing 
their rate of progress through the column 
with that of known standards. 
TComponents of the mixture are held 
back by the stationary phase either by 
adsorption (e.g. on the surface of 
alumina) or because they dissolve in it 
(e.g. in the moisture within chromato- 
graphy paper). See partition law. 


chrome alum +See alum. 


chromic anhydride See chromium(VI) 
oxide. 


chromic oxide See,chromium(III) oxide. 


chromium A transition metal that occurs 
naturally as chromite (FeO.CrjO;), large 
deposits of which are found in 
Zimbabwe. The ore is converted into 
sodium dichromate(VI) and then redu- 
ced with carbon to chromium(III) oxide 
and finally to metallic chromium with 
aluminium. Chromium is used in strong 
alloy steels and stainless steel and for 
plating articles. It is a hard silvery metal 
that resists corrosion at normai tempera- 
tures. It reacts slowly with dilute hydro- 
chloric and sulphuric acids to give 
hydrogen'and blue chromium(II) com- 
pounds, which quickly oxidize in air to 
green chromium(III) ions, The oxi- 
dation states are +6 in chromates 
(CrO,?-) and dichromates (Cr,0;7")s 
+3 (the most stable), and +2. In acidic 
Solutions the yellow chromate(VI) ion 
changes to the Orange dichromate( VI) 
ion. Dichromates are used as oxidizing 


agents in the laboratory; for example as 
a test for sulphur dioxide and to oxidize 
alcohols. 

Symbol: Cr; m.p. 1900°C; b.p. 2640°C; 
r.d. 7.19; p.n. 24; r.a.m. 52.00. 


chromium(I1) oxide (chromous oxide, 
CrO) *A black powder prepared by the 
Oxidation of chromium amalgam with 
dilute nitric acid. At high temperatures 
(around 1000°C) chromium(II) oxide is 
reduced by hydrogen. 


chromium(III) oxide (chromic oxide, 
chromium sesquioxide, Cr;O:) +A green 
powder that is almost insoluble in water. 
It is isomorphous with iron(II) oxide 
and aluminium(III) oxide. Chrom- 
ium(III) oxide is prepared by gently 
heating chromium(III) hydroxide or by 
heating ammonium dichromate. Alter- 
native preparations include the heating 
of a mixture of ammonium chloride and 
potassium dichromate or the decom- 
position of chromyl chloride by passing 
it through a red hot tube. Chro- 
mium(III) oxide is used as a pigment in 
the paint and glass industries. 


chromium(IV) oxide (chromium diox- 
ide, CrO;) +A black solid prepared by 
heating chromium(III) hydroxide in 
oxygen at a temperature of 300°-350°C. 
Chromium(IV) oxide is very unstable. 


chromium(VI) oxide (chromium tri- 
oxide, chromic anhydride, CrO;) tA red 
crystalline solid formed when concen- 
trated sulphuric acid is added to a cold 
“saturated solution of potassium dichro- 
mate. The long prismatic needle-shaped 
crystals that are produced are extremely 
deliquescent. Chromium(VI) oxide is 
readily soluble in water, forming a 
solution that contains several of the 
polychromic acids. On heating it decom- 
poses to give chromium(III) oxide. 
Chromium(VI) oxide is used as an 
oxidizing reagent. 


chromophore A group of atoms in a 
molecule that is responsible for the 
colour of the compound. 
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Claisen condensation 


chromous 


oxide See chromium(II) 
oxide. x 


chromyl chloride, (CrO:Ch) +A dark 
red covalent liquid prepared either by 
distilling a dry mixture of potassium 
dichromate and sodium chloride with 
concentrated sulphuric acid or by the 
action of concentrated sulphuric acid on 
chromium(VI) oxide dissolved in con- 
centrated hydrochloric acid. Chromyl 
chloride is hydrolysed by water and 
with solutions of alkalis it undergoes 
immediate hydrolysis to produce chro- 
mate ions. It is used as an oxidizing 
agent in organic chemistry. Chromyl 
chloride oxidizes methyl groups at the 
ends of aromatic side chains to aldehyde 
groupings (Etard’s reaction). 


cinnabar A red mineral. form of 
mercury(II) sulphide. It is the principal 
ore of mercury. 


cis- Designating an isomer with groups 
that are adjacent. See isomerism. 


cis-trans isomerism See isomerism. 


citric acid A white crystalline carboxylic 
acid important in plant and animal cells. 
It is present in many fruits. +The 
systematic name is 2-hydroxyprop- 
ane-1,2,3-tricarboxylic acid. The formula 
is: 
HO;CCH2C(OH)(CO;H)CH2CO3H 


Claisen condensation +A reaction ir 
which two molecules of ester combine 
to give a keto-ester — a compound 
containing a ketone group and an ester 
group. The reaction is base catalysed by 
sodium ethoxide; the reaction of ethyl 
ethanoate refluxed with sodium ethoxide 
gives: 

2CH;.CO.OC;H; > 

CH;.CO.CH;.CO.OC;H; + C,H;OH 
The mechanism is similar to that of the 
aldol reaction, the first step being 
formation of a carbanion from the ester: 
CH;COCiH; + “OCH; > 
"CH;COGSH; + C,H;OH 

This attacks the carbon atom of the 
carbonyl group on the other ester 


Clark cell 


molecule, forming an intermeaiate anion 


that decomposes to the keto-ester and 
the ethanoate ion. 


Clark cell +A type of cell formerly used 
as a standard source of e.m.f. It consists 
of a mercury cathode coated with 
mercury sulphate, and a zinc anode. The 
electrolyte is zinc sulphate solution. The 
e.m.f. produced is 1.4345 volts at 15°C. 
The Clark cell has been superseded as a 
standard by the Weston cadmium cell. 


clathrate (enclosure compound) +A 
substance in which small (guest) mole- 
cules are trapped within the lattice of a 
crystalline (host) compound. Clathrates 
are formed when suitable host com- 
pounds are crystallized in the presence 
of molecules of the appropriate size. 
Although the term 'clathrate compound" 
is often used, they are not true 


compounds; no chemical bonds ars 
formed, and the guest molecules interac. 
by weak van der Waals forces. The 
clathrate is maintained by the cagelike 
lattice of the host. The host lattice must 
be broken down, for example, py heating 
or dissolution in order to release the 
guest. This should be compared with 
zeolites, ‘a which the holes in the host 
lattice are large enough to permit 
entrance or emergence of the guest 
without breaking bonds in the host 
lattice. Quinol forms many clathrates, 


eg. with SO; water (ice) forms a 
clathrate with xenon. 


cleavage The splitting of a crystal along 
planes of atoms, to form smooth 
surfaces. 


close packing The arrangement of parti- 
cles (usually atoms) in crystalline solids 
in which each particle has 12 nearest 
neighbours: six in the same layer (or 
plane) as itself and three each in the 
layer above and below. This arran- 
gement provides the most economical 
use of space. The two principal types 
are cubic close packing and hexagonal 
close packing. 
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coagulation The association of particles 
(e.g. in colloids) into clusters, 


coal tar Tar produced by heating coal in 
the absence of oxygen. It is a mixture of 
many organic compounds (e.g. benzene, 
toluene, and naphthalene) and also 
contains free carbon. 


Cobalt A transition metal Occurring in 
Canada in association with nickel. It is 
used in alloys for magnets, cutting tools, 
and electrical heating elements. 

Symbol: Co; m.p. 1495"C; b.p. 2880°C; 
r.d. 8.9; p.n. 27; r.a.m. 58.93. 


cobaltic oxide +See cobalt( III) oxide. 


cobaltous oxide +See cobalt(II) oxide. 


cobalt(II) oxide (cobaltous oxide, CoO) 
+A green powder prepared by the action 
of heat on cobalt(II) hydroxide in the 
absence of air. Alternatively it may be 
prepared by the thermal decomposition 
oi cobalt(II) sulphate, nitrate, or carbon- 
ate, also in the absence of air. Cobalt( II) 
oxide is a basic oxide, reacting with 
acids to give solutions of cobalt(II) 
salts. It is stable in air up to temperatures 
of around 600°C, after which it absorbs 
oxygen to form tricobalt tetroxide. 
Cobalt(II) oxide can be reduced to 
cobalt by heating in a stream of carbon 
monoxide or hydrogen. It is used in the 
pottery industry and in the production 
of vitreous enamels. 


cobalt(III) oxide (cobaltic oxide, 
Co,0;) +A dark grey powder formed by 
the thermal decomposition of either 
cobalt(II) nitrate or carbonate in air. If 
heated in air, cobalt(III) oxide under- 
goes further oxidation to give tricobalt 
tetroxide, Co,O,. j 


coenzymes Small organic molecules 
(compared to the size of an enzyme) 
that enable enzymes to carry out their 
catalytic activity. Examples include 
nicotinamide adenine dinucleotide 
(NAD) and ubiquinone (coenzyme Q)- 
Some coenzymes are capable of cataly” 
sing reactions in the absence of a^ 


enzyme but the rate of reaction is never 
as high as when a catalyst is present. A 
coenzyme is not a true catalyst as it 
undergoes chemical change during the 
reaction. 


coherent units +A system or sub-set of 
units (e.g. SI units) in which the derived 
units are obtained by multiplying or 
dividing together base units, with no 
numerical factor involved. 


coinage metals 1A group of malleable 
metals forming a subgroup of group I of 
the periodic table. The metals all have 
an outer s! electronic configuration but 
they differ from the alkali metals (also 
outer s') in having inner d-electrons. 
They are copper (Cu), silver (Ag), and 
gold (Au). The coinage metals all have 
much higher ionization potentials than 
the alkali metals and high positive stan- 
dard electrode potentials and are there- 
fore much more difficult to oxidize. A 
further significant difference from the 
alkali metals is the variety of oxidation 
states observed for the coinage metals. 
Thus copper in aqueous chemistry is the 
familiar (hydrated) blue divalent Cu?* 
ion but colourless copper(I) compounds 
can be prepared with groups that 
stabilize low valencies such as CN’, e.g. 
CuCN. A few compounds of copper(III) 
have also been prepared. The common 
form of silver is Ag(I), e.g. AgNOs, with 
a few Ag(II) compounds stable in the 
solid only. The most common oxidation 
state of gold is Au(III), although cyanide 
ion again stabilizes Au(I) compounds, 
e.g., [Au(CN),]'-. The metals all form a 
large number of coordination. com- 
pounds (unlike group IA) and are 
generally treated with the other elements 
of the appropriate transition series. 


Colligative properties A group, of 
Properties of solutions that depends on 
the number of particles present, rather 
than the nature of the particles. 
Colligative properties include: 

(1) The lowering of vapour pressure. 
(2) The elevation of boiling point. 
(3) The lowering of freezing point. 
(4) Osmotic pressure. 
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column chromatography 


TColligative properties are all based 
upon empirical observation. The explan- 
ation of these closely related phenomena 
depends on intermolecular forces and 
the kinetic, behaviour of the particles, 
which is qualitatively similar to those 
used in deriving the kinetic theory of 
gases. 


collimator tAn arrangement for pro- 
ducing a parallel beam of radiation for 
use in a spectrometer or other 
instrument. A system of lenses and slits 
is utilized. 


colloid A heterogeneous system in which 
the interfaces between phases, though 
mot visibly apparent, are important 
factors in determining the system 
properties. The three important attri- 
butes of colloids are: 
(1) They contain particles, commonly 
made up of large numbers of molecules, 
forming the distinctive unit or disperse 
phase. 
(2) The particles are distributed in a 
continuous medium (the continuous 
phase). 
(3) There is a stabilizing agent, which 
has an affinity for both the particle and 
the medium; in many cases the stabilizer 
is a polar group. 
Particles in the disperse phase typically 
have diameters in the range 10-5-107* 
mm. Milk, rubber, and emulsion paints 
are typical examples of colloids. See 
also sol. 


colorimetric analysis Quantitative 
analysis in which the concentration of a 
coloured solute is measured by the 
intensity of the colour. The test solution 
can be compared against standard 
solutions. 


columbium +The former name (in the 
US) for niobium. 


column chromatography A technique 
widely used for the separation of 
mixtures of neutral substances with 
similar chemical and physical proper- 
ties. Column chromatography employs 
a solid stationary phase, such as alumina 


combustion 


or silica gel, packed in a vertical tube. 
The sample mixture is poured in at the 
top and one or more of its components 
become attached to the solid phase. 
These adsorbed fractions can be washed 
off the column and collected by using an 
appropriate solvent. 

*Alumina, which has been activated by 
heating to remove adsorbed gases, is a 
strongly polar substance and the ease 
with which fractions can be removed 
from the column will depend on the 
polarity of their molecules. Careful 
choice of the solvent (eluent) used for 
the washing will allow the fractions to 
be selectively removed from the column. 
^ non-polar solvent is used initially and 
is gradually replaced. by a more polar 
solvent. 


Compare thin-layer chromatography. 


combustion A reaction with oxygen with 
the production of heat and light. The 
combustion of solids and liquids occurs 
when they release flammable vapour, 
which reacts with oxygen in the Bas 
phase. *Combustion reactions usually 
involve a complex sequence of free- 
radical chain reactions. The light is 
produced by excited atoms, molecules, 
or ions. In highly luminous flames it 
comes from small incandescent particles 
of carbon. 
Sometimes the term is also applied to 
slow reactions with oxygen, and also to 
reactions with other gases (for example. 
certain metals ‘burn’ in chlorine). 


common salt See sodium chloride. 


complex A type of compound in which 
molecules or ions form coordinate bonds 
with a .netal atom or ion. The coor- 
dinating species (called ligands) have 
lone pairs of electrons, which they can 
donate to the metal atom or ion. They 
are molecules such as ammonia or water, 
or negative ions such as Cl or CN’. 
The resulting complex may be neutral 
or it may be a complex ion. For exam- 
le: 
NE + 4NH; > [Cu(NH;)]? * 
Fe!* + 6CN: 2 [Fe(CN),]'* 
Fe!* + 6CN- 5 [Fe(CN)o]* 


*The formation of such coordination 
complexes is typical of transition metals. 
Often the complexes contain unpaired 
electrons and are paramagnetic and 
coloured. See also chelate. 


component +One of the separate chemi- 
cal substances in a mixture in which no 
chemical reactions are taking place. For 
example, a mixture of ice and water has 
one component; a mixture of nitrogen 
and oxygen has two components. When 
chemical reactions occur between the 
substances in a mixture, the number of 
componenis is defined as the number of 
chemical substances present minus the 


number of equilibrium reactions taking 
place. Thus, the system: IN; + 3H; = 


2NHi; is a two-component system. See 
also phase rule. 


compound A chemical combination of 
atoms of different elements to form a 
substance in which the ratio of combin- 
ing atoms remain fixed and is specific to 
that substance. The constituent atoms 
cannot be separated by physical means; 
a chemical reaction is required for the 
compounds to be formed or to change. 
*The existence of a compound does not 
necessarily imply that it is stable. Many 
compounds have lifetimes of less than a 
second. ` 
See also mixture. 


concentrated Denoting a solution in 


which the amount of solute in the solvent 
is relatively high. The term is always 
relative; for example, whereas concen- 
trated sulphuric acid may contain 96% 
H:S0O;, concentrated potassium chlorate 
may contain as little as 10% KCIO:. 
Compare dilute. 


concentration The amount of substance 
per unit volume in a solution. The unit 
is the mol dm”. Mass concentration is 
mass of solute per unit volume. Mola! 
concentration is amount of substance 
per kilogram of solute. 


condensation The conversion of a gas OF 
vapour into a liquid or solid by cooling- 
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trigonal-bipyramid 


Shapes of complexes 


Condensation polymerization See poly- 
merization. 


Condensation reaction A reaction in 
which addition of two molecules occurs 
followed by elimination of a smaller 
molecule, usually water. {Condensation 
Teactions (addition-elimination reac- 
tions) are characteristic of aldehydes 
and ketones reacting with a range of 
nucleophiles. There is typically nucleo- 
philic addition at the C atom of the 
carbonyl group followed by elimination 
of water. 
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conductiometric titration +A titration 
in which measurement of the electrical 
conductance is made continuously 
throughout the, addition of the titrant 
and well beyond the equivalence point. 
This is in place of traditional end-point 
determination by indicators. The opera- 
tion is carried out in a conductance cell, 
which is part of a resistance bridge 
circuit. The method depends on the fact 
that ions have different ionic mobilities, 
H* and OH- having particularly high 
values. The method is especially useful 
for weak acid-strcag base and strong 


configaration 


Condensation reactions with aldehydes and ketones 


nucleophile product name 
NH, R 
ammonia R— a NH, hydroxy amine 
| 
OH 
H,NNH, R 
hydrazine a C= N -- NH, hydrazone 
R^ 
CH; NH NH; R H 
phenyl hyd. ` = 7 h | hyd 
razine LQO- —N phenyl hydrazone 
"CH, 
HONH, 
hydroxlamine RY C=N JOH oxime 


In the above the reactant is RCOR’ 


acid-weak base titrations for which 
colour-change titrations are unreliable. 


configuration 1. The arrangement of 
electrons about the nucleus of an atom. 
+Configurations are represented by 
symbols, which contain: 
(1) An integer, which is the value of the 
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a quantum number (shell num- 
T). 
(2) A lower-case letter representing the 
value of the azimuthal quantum number 
(1), i.e. 

s means | = 0, p means = 1, 

d means | = 2, f means 1 = 3. 
(3) A numerical superscript giving the 


number of electrons in that particular 
set; for example, 1s?, 2p?, 3d*. 

The ground state electronic configura- 
tion (ie. the most stable or lowest 
energy state) may then be represented as 
follows, for example, He, ls; N, 
1s?2s?2p5. These are identical to the 
‘electron box’ models, which are often 
met. However, elements are commonly 
abbreviated by using an inert gas to 
represent the ‘core’, e.g. Zr, [Kr ]4d75s?. 
2. The arrangement of atoms or groups 
in a molecule. 


conformation tA particular shape of 
molecule that arises through the normal 
rOlation of its atoms or groups about 
single bonds. Any of the possible confor- 


conjugated 


mations that may be produced is called 
a conformer, and there will be an infinite 
number of these possibilities, differing 
in the angle between certain atoms or 
groups on adjacent carbon atoms. 


conjugate acid +See acid. 
conjugate base +See base. 


conjugated Describing compounds that 
have alternating double and single bonds 
in their structure. But-1,3-ene (HC:- 
CHCH:CH;)isa conjugated compound. 
In such compounds there is delo- 
calization of the electrons in the double 
bonds. 


B- 1 -. 


chair conformation 


boat conformation 


Conformations of cyclohexane 


X 


eclipsed 


staggered 


gauche 


Conformations for rotation about a single bond 


Conformations 
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conservation of energy, law of 


conservation of energy, law of Enun- 
ciated by Helmholtz in 1847. this law 
states that in all processes occurring in 
an isolated system the energy of the 
system remains constant. The law does 
of course permit energy to be converted 
from oné form to another. 


conservation of mass, law of For- 
mulated by Lavoisier in.1774, this law 
states that matter cannot be created or 
destroyed. Thus in a chemical reaction 
the total mass of the products equals the 
lotal mass of the reactants (the term 
"mass' must include any solids, liquids, 
and gases — including air — that parti- 
cipate). 


Constantan (Trademark) A copper- 
nickel (cupronickel) alloy containing 
45% nickel. It has a high electrical 
resistivity and very low temperature 
coeificient of resistance and is therefore 
used in thermocouples and resistors. 


constant-boiling mixture A general 
observation for most liquids is that the 
vapour phase above a liquid is richer in 
the more volatile component (deviation 
from Raoult's law). Consequently most 
liquid mixtures show a regular increase 
in the boiling point as the liquid is 
progressively distilled. The boiling 
point-composition curve shows that 
distillation of the liquid of composition 
L, gives a vapour richer in A and 
represented by composition V;. Further 
distillation leads to the liquid composi- 


Temperature 
Temperature 


lion moving towards B. For certain 
mixtures in which there are strong inter- 
molecular attractions the boiling point- 
composition curves show minima or 
maxima. Fractional distillation of the 
former leads to initial changes in the 
vapour until a distillate of composition 
L; is reached at which point a constant 
boiling mixture or azeotrope distils over. 
Further. attempts to fractionate the 
distillate do not lead to a change in 
composition. An example of an azeo- 
tropic mixture of minimum boiling point 
is water (b.p. 100°C) and ethanol (b.p. 
78.3°C), the azeotrope being 4.4% water 
and boiling at 78.1°C. 

Mixtures that display'a maximum in the 
boiling point-composition curve can 
lead to initial separation of pure A on 
fractionation but as the composition of 
the liquid moves towards B and reaches 
the maximum, a constant boiling 
mixture L is reached that will distil over 
unchanged. An example of an azeo- 
tropic mixture of maximum boiling point 
is water (b.p. 100°C) and hydrogen 
chloride (b.p. -80°C), the azeotrope 
being 80% water and boiling at 108.6°C. 
See also azeotrope. 


constant composition, law of See 
constant proportions, law of. 


constant proportions, law of For- 
mulated by Proust in 1779 after the 
analysis of a large number of com- 
pounds, the principle that the propor- 
tion of each element in a compound is 


Temperature 


100% A 10096 B 100% A 


Composition 


Composition 


100% B 100% A 100% B 


Composition 


Constant — boiling mixtures 
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fixed or constant. It follows that the 
composition of a pure chemical com- 
pound is independent of the method of 
preparation. It is also called the law of 
definite proportions and the law of 
constant composition. 


Contact process An industrial process 
for the manufacture of sulphuric acid. 
Sulphur(IV) oxide and air are passed 
over a heated catalyst (vanadium(V) 
oxide or platinum) and sulphur(VI) 
oxide is produced: 

280; + O: — 280; 
The sulphur(VI) oxide is dissolved in 
sulphuric acid 
SO; + H;S0, > H;S;O: 
The resulting oleum is diluted to give 
sulphuric acid. 


continuous phase +See colloid. 


continuous process A manufacturing 
Process in which the raw materials are 
constantly fed into the plant. These 
react as they flow through the equip- 
Ment to give a continuing flow of 
product. At any point, only a small 
amount of material is at a particular 
Stage in the process but material at all 
stages of the reaction is present. The 
fractional distillation of crude oil is an 
example of a continuous process. Such 
Processes are relatively easy to automate 
and can therefore manufacture a product 
cheaply. The disadvantages of continu 
ous processing are that it usually caters 
for a large demand and. the plant is 
expensive to install and cannot normally 
be used to make other things. Compare 
batch process. 


continuous spectrum A spectrum 
composed of a continuous range of 
emitted or absorbed radiation. Continu- 
Ous spectra are produced in the infrared 
and visible regions by hot solids. See 
also spectrum. 


coordinate bond (dative bond) A 
covalent bond in which the bonding pair 
is visualized as arising from the donation 
of a lone pair from one species to 
another species, which behaves as an 
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copper 


electron acceptor. The definition inclu- 
des such examples as the ‘donation’ of 
the lone pair of the ammonia molecule 
to H+ (an acceptor) to form NH,* or 
to Cu?* to form [Cu(NH3),]?*. 

+The donor groups are known as Lewis 
bases and the acceptors are either 
hydrogen ions or Lewis acids. Simple 
combinations, such as H;N-—BF;, are 
known as adducts. 


coordination number The number of 
coordinate bonds formed to a metal 
atom or ion in a complex. 


copolymerization See polymerization. 


copper A transition metal occurring in 
nature principally as the sulphide. It is 
extracted by roasting the ore in a 
controlled air supply and purified by 
electrolysis of copper(II) sulphate 
solution using impure copper as the 
anode and pure copper as the cathode. 
Copper is used in electrical wires and in 
such alloys as brass and bronze. 
The metal itself is golden in colour; 
copper(I) compounds are white (except 
the oxide, which is red), and copper(II) 
compounds are blue in solytion. Copper 
is unreactive to dilute acids (except 
nitric acid). Copper(I) compounds are 
unstable in solution and decompose to 
copper and copper(II) ions. Both 
copper(I) and copper(II) ions form 
complexes, copper(II) ions being identi- 
fied by the dark blue complex 
[Cu(NH;)]* formed with excess 
ammonia solution. 
Symbol: Cu; m.p. 1083?C; b.p. 2582*C: 
r.d. 8.9; p.n. 29; r.a.m. 63.55. 


copper(I) chloride (cuprous chloride, 
CuCl) A white solid, insoluble in water, 
prepared by heating copper(II) chloride 
in concentrated hydrochloric acid with 
excess copper tufnings. When the 
solution is colourless, it is poured into 
air-free water (or water containing 
sulphur(IV) oxide) and a white pre- 
cipitate of copper(I) chloride is obtai- 
ned. On exposure to air this precipitate 
turns green due to the formation of 
basic copper(II) chloride. Copper(!} 


copper 


chloride absorbs carbon monoxide gas. 
It is used as a catalyst in the rubber 
industry. +The chloride is essentially 
covalent in structure. In the vapour 
phase both dimeric and trimeric forms 
exist. It is used in organic chemistry in 
the Sandmeyer reactions. 


copper(II) chloride (cupric chloride, . 


CuCh) A compound prepared by 
dissolving excess copper(II) oxide or 
copper(II) carbonate in dilute hydro- 
chloric acid. On crystallization, emerald 
green crystals of the dihydrate ( CuCl;.2- 
H:O) are obtained. The anhydrous 
chloride may be prepared as a brown 
solid by burning copper in excess 
chlorine. Alternatively the dihydrate 
may be dehydrated using concentrated 
sulphuric acid. +Dilute solutions of 
copper(II) chloride are blue, concen- 
trated solutions are green, and solutions 


in the presence of excess hydrochloric 
acid are yellow. 


copper(II) nitrate (cupric nitrate, 
Cu(NO;)2) A compound prepared by 
dissolving either excess copper(II) oxide 
or copper(II) carbonate in dilute nitric 
acid. On crystallization, deep blue 
crystals of the trihydrate (Cu(NO;);.3- 
H;O) are obtained. The crystals are 
prismatic in shape and are extremely 
deliquescent. On heating, copper(II) 
nitrate decomposes to give copper(II) 
oxide, nitrogen(IV) oxide, and oxygen. 
+The white anhydrous salt is prepared 
by adding a solution of dinitrogen 
pentoxide in nitric acid to crystals of the 
trihydrate, 


copper(I) oxide (cuprous oxide, CuO) 
An insoluble red powder prepared by 
the heating of copper with copper(II) 
oxide or the reduction of an alkaline 
solution of copper(II) sulphate. Cop- 
per( I) oxide is easily reduced by hydro- 
gen when heated; it is oxidized to 
copper(II) oxide when heated in air. It 
is used in the glass industry. *Copper(I) 
oxide undergoes disproportionation in 
acid solutions, producing copper(II) 
1.55 and copper. The oxide will dissolve 
in concentrated hydrochloric acid due to 


the formation of the complex ion 
[CuCl;]- Copper(I) oxide is a covalent 
solid. 


copper(II) oxide (cupric oxide, CuO) 
A black solid prepared by the action of 
heat on copper(II) nitrate, hydroxide, or 
carbonate. It is a basic oxide and reacts 
with dilute acids to form solutions of 
copper(II) salts. Copper(II) oxide can 
be reduced to copper by heating in a 
stream of hydrogen or carbon monoxide. 
It can also be reduced by mixing with 
carbon and heating the mixture. 
+Copper(II) oxide is stable up to its 
melting point, after which it decom- 
poses to give oxygen, copper(I) oxide, 
and eventually copper. 


copper(II) sulphate (cupric sulphate, 
CuSO4) A compound prepared as the 
hydrate by the action of dilute sulphuric 
acid on copper(II) oxide or copper(II) 
carbonate. On crystallization, blue 
triclinic crystals of the pentahydrate 
(CuSO..5H;O) are formed. Industrially 
copper(II) sulphate is prepared by 
passing air through a hot mixture of 
dilute sulphuric acid and scrap copper. 
The solution formed is recycled until 
the concentration of the copper(II) 
sulphate is sufficient. Copper(II) sul- 
phate is readily soluble in water. The 
monohydrate ( CuSO,.H;O) is formed at 
100°C and the anhydrous salt at 250°C. 
Anhydrous copper(II) sulphate is white; 
it is extremely hygroscopic and turns 
blue on absorption of water. It decom- 
poses on heating to give copper(II) 
oxide and sulphur( VI) oxide. 
Copper(II) sulphate is used as a wood 
preservative, a fungicide (in Bordeaux 
mixture), and in the dyeing and electro- 
plating industries. 


corn rule +See optical activity. 


corrosion Reaction of a metal with an 
acid, oxygen, or other compound with 
destruction of the surface of the metal. 
Rusting is a common form of corrosion. 


corundum (emery, Al,O,) A naturally 
occurring form of aluminium oxide that 


Sometimes contains small amounts of 
iron and silicon(IV) oxide. Ruby and 
sapphire are impure crystalline forms. It 
is used in various polishes, abrasives, 
and grinding wheels. 


coulomb Symbol: C The SI unit of 
electric charge, equal to the charge 
transported by an electric current of one 


ampere flowing for one second. 1 C — 1 
As. 


coulombmeter +See voltameter. 


coupling A chemical reaction in which 
two groups or molecules join together. 
TAn example is the formation of azo 
compounds. 


covalent bond A bond formed by the 
sharing of an electron pair between two 
atoms. The covalent bond is conven- 
tionally represented as a line, thus H-Cl 
indicates that between the hydrogen 
atom and the chlorine atom there is an 
electron pair formed by electrons of 
Opposite spin and implying that the 
binding forces are strongly localized 
between the two atoms. Molecules are 
combinations of atoms bound together 
by covalent bonds; covalent binding 
energies are of the order 10° kJ mol". 
+Modern bonding theory treats the 
electron pairing in terms of the interac- 
tion of electron (atomic) orbitals and 
describes the covalent bond in terms of 
both ‘bonding’ and ‘anti-bonding” mole- 
cular orbitals. 


Covalent crystal A crystal in which the 
atoms present are covalently bonded. 
They are sometimes referred to as giant 
lattices or macromolecules. The com- 
Monest completely covalent crystal is 
diamond. 


Covalent radius The radius an atom 1s 
assumed to hdve when involved in à 
covalent bond. For homonuclear dia- 
tomic molecules (e.g. Cl;) this is simply 
half the measured internuclear distance. 
For heteroatomic molecules substi- 
tutional methods are used. For example, 
the internuclear distance of bromine 
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cryoscopic constant 


fluoride (BrF) is about 180 pm, there- 
fore using 71 pm for the covalent radius 
of fluorine (from F;) we get 109 pm for 
bromine. The accepted value is 114 pm. 


cresols +See methylphenols. 


critical point The conditions of tempera- 
ture and pressure under which a liquid 
being heated in a closed vessel becomes 
indistinguishable from the gas or vapour 
phase. At temperatures below the criti- 
cal temperature (T.) the substance can 
be liquefied by applying pressure; at 
temperatures above T. this is not 
possible. For each substance there is 
one critical point; for example, for 
carbon dioxide it is at 31.1°C and 73.0 
atmospheres. 


critical pressure The lowest pressure 
needed to bring about liquefaction of a 
gas at its critical temperature. 


critical temperature The temperature 
below which a gas can be liquefied by 
applying pressure and above which no 
amount of pressure is sufficient to bring 
about liquefaction. {Some gases have 
critical temperatures above room tem- 
perature (e.g. ‘carbon dioxide 31.1°C and 
chlorine 144°C) and have been known 
in the liquid state for many years. 
Liquefaction proved much more diffi- 
cult for those gases (e.g. oxygen -118°C 
and nitrogen -146°C) that have very low 
critical temperatures. 


critical volume The volume of one mole 
of a substance at its critical point. 


cross linkage An atom or short chain 
joining two longer chains in a polymer. 


crude oil See petroleum. 


cryohydrate +A eutectic mixture of ice 
and certain salts. See also eutectic. 


cryolite See sodium hexafluoroaluminate. 


cryoscopic constant See depression of 
freezing point. 


crystal 


crystal A solid substance that has a 

definite geometric shape. A crystal has 
fixed angles between its faces, which 
have distinct edges. The crystal will 
sparkle if the faces are able to reflect 
light. The constant angles are caused by 
the regular arrangements of particles 
(atoms, ions, or molecules) in the crystal. 
If broken, a large crystal will form 
smaller crystals. 
Tin crystals, the atoms, ions, or mole- 
cules of the substance form a distinct 
regular array in the solid state. The 
faces and their angles bear a definite 
relationship to the arrangement of these 
particles. 


crystal habit The shape of a crystal. The 
habit depends on the way in which the 
crystal has grown; i.e. the relative rates 
of development of different faces. 


crystalline Denoting a substance that 
forms: crystals. Crystalline substances 
have a regular internal arrangement of 
atoms, even though they may not exist 
as geometrically regular crystals. For 
instance, lead (and other metals) are 
crystalline. {Such substances are com- 
posed of accumulations of tiny crystals. 
Compare amorphous. 


crystallite A small crystal that has the 
potential to grow larger. It is often used 
in mineralogy to describe specimens 
that contain accumulations of many 
minute crystals of unknown chemical 
composition and crystal structure. 


crystallization The process of forming 
crystals. When a substance cools from 
the gaseous or liquid state to the solid 
state, crystallization occurs. Crystals 
will also form from a solution saturated 
with a solute. 


crystallography The study of the 
formation, structure, and properties of 
crystals. See also X-ray crystallography. 


erystal structure The particular repea- 
ting arrangement of atoms (molecules 
or ions) in a crystal. ‘Structure’ refers to 
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the internal arrangement ot particles, 
not the external appearance. 


crystal system A classification of 
crystals based on the shapes of their unit 
cell. If the unit cell is a parallelopiped 
with lengths a, b, and c and the angles 
between these edges are a (between b 
and c), B (between a and c), and y 
(between a and b), then the classi- 
fication is: 


cubic: a = b= Ga = 8 = y = %0 
tetragonal: a = b£c;a-B-y- 
90. 

orthorhombic: a + b *ca-f-Y 
- 90 


hexagonal: a = b * c; a = f = 90; y 
= 120° 

trigonal: a = b + ca =B=y + 90° 
monoclinic: à + b + ca = y = 90° # 


triclinic: a * b * cia + B * y 
The orthorhombic system is also called 
the rhombic system. 


cubic Denoting a crystal in which the 
unit cell is a cube. In a simple cubic 
crystal the particles are arranged at the 
corners of a cube. See also body-centred 
cubic crystal, face-centred cubic crystal, 
crystal system. 


cubic close packed See face-centred 
cubic crystal. 


cumene process {An industrial process 
for the manufacture of phenol from 
isopropylbenzene (cumene), which i$ 
itself made by passing benzene vapour 
and propene over a phosphoric aci 
catalyst (250°C and 30 atmospheres). 

CH, + CH2:CH(CH;) ^ 
C,H;CH(CH3); ) 
The isopropylbenzene is oxidized by aif 
to a ‘hydroperoxide’: 
C;H;C(CH;);-0-O-H 

This is hydrolysed by dilute acid t° 
phenol (CsH;OH) and  propanof? 
(CH;COCH;), which is a valuable bY* 
product. 


cupellation A technique used for m 
separation of silver and/or gold ao 
impurities by the use of an eas 


Cubic crystal structures 


body-centred 


Oxidizable metal, such as lead. The 
'mpure metal is heated in a furnace and 
à blast of hot air is directed upon it. The 
ad or other metal forms an oxide, 
leaving the silver or gold behind. 
“upric chloride See copper(II) chloride. 
Cupric nitrate See copper(II) nitrate. 
Cupric oxide See copper(II) oxide. 
“upric sulphate See copper(II) sulphate. 


“upronickel A series of strong copper- 
Nickel alloys containing up to 45% 
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curie 


face-centred 


simple cubic 


nickel. Those containing 20% and 30% 
nickel are very malleable, can be worked 
cold or hot, and are very corrosion- 
resistant. They are used, for example, in 
condenser tubes in power stations. 
Cupronickel with 25% nickel is widely 
used in coinage. See also Constantan. 


cuprous chloride See copper(1) chloride. 
cuprous oxide See copper(1) oxide. 
curie Symbol: Ci +A unit of radioactivity, 


equivalent to the amount of a given 
radioactive substance that produces 3.7 


X 10!” disintegrations per second. 


curium 


curium A highly toxic radioactive silvery 
element of the actinoid series of metals. 
A transuranic element, it is not found 
naturally on Earth but is synthesized 
from plutonium. Curium-244 and 
curium-242 have been used in ther- 
moelectric power generators. 
Symbol: Cm; m.p. 1340°C; r.d. 13.5 
(calc.); p.n. 96; stablest isotope "Cm 
(half-life 1.6 x 107 years). 


cyanamide process tAn industrial 
process for fixing nitrogen by heating 
calcium dicarbide in air. 
CaC; + N > CaCN; 
The product, calcium cyanamide, hydro- 
lyses to ammonia and can be used as a 
fertilizer. The process is expensive due 


to the high cost of calcium dicarbide. 
See aiso nitrogen fixation. 


cyanide 1. A salt of hydrogen cyanide, 
containing the cyanide ion (CN). 
2. See nitrile. 


cyanide process A technique used for 
the extraction of gold from its ores. 
After crushing the gold ore to a fine 
powder it is agitated with a very dilute 
solution of potassium cyanide. The gold 
is dissolved by the cyanide to form 
potassium aurocyanide KAu(CN);. This 
complex is reduced with zinc, filtered, 


and melted to obtain the pure gold 
metal, 


cyanogen (C;N;) fA toxic flammable 
gas prepared by heating mercury 
cyanide. See also pseudohalogen. 


cyanohydrin tAn addition compound 
formed between an aldehyde or ketone 
and hydrogen cyanide. The general 
formula is RCH(OH)(CN) (from an 
aldehyde) or RR'C(OH)(CN) (from a 
ketone). Cyanohydrins are easily hydro- 
lysed to hydroxycarboxylic acids. For 
instance, the compound 2-hydroxypro- 
panonitrile (CH;CH(OH)(CN)) is hyd- 
rolysed ,to 2-hydroxypropanoic acid 
(CH,CH(OH)(COOH)). 


cyclic compound A compound contain- 
ing a ring of atoms. If the atoms forming 
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CN 
from aldehyde 


R 


b 
"a n" N 


from ketone 


OH 


Cyanohydrins 


the ring are all the same the compound 
is homocyclic; if different atoms are 
involved it is heterocyclic. 

cyclization +A reaction in which à 
straight-chain compound is converted 
into a cyclic compound. 


cyclohexane (CsH2) A colourless liquid 
alkane that is commonly used as 4 
solvent and in the. production of 
hexanedioic acid (adipic acid) for tht 
manufacture of nylon. +Cyclohexane 
itself, is manufactured by the refor- 
mation of longer chain hydrocarbons 
present in crude-oil fractions. It is als? 
interesting from a structural point © 
view, existing as a ‘puckered’ six- 
membered ring, having all bonds 
between carbon atoms at 109.9» (the 
tetrahedral angle). The molecule unde” 
goes rapid interconversion between two 
‘chair-like’ conformations, which 3% 
energetically equivalent, passing throug” 


a "boat-like' structure of higher enert” | 


lt is commonly represented bY 
hexagon. See also conformation. 


n 
cyclopentadiene +A cyclic hydrocartr, 
made by cracking petroleum. The mo 


cules have a five-membered ring 
containing two carbon-carbon double 
bonds and one CH; group. It forms the 
negative cyclopentadienyl ion CsHs', 
present in sandwich compounds, such as 
ferrocene. 


Cyclopentadienyl ion +See cyclopen- 
tadiene. 


cysteine }See amino acids. 


Dalton’s atomic theory A theory 
explaining the formation of compounds 
by elements first published by John 
Dalton in 1803. It was the first modern 
attempt to describe chemical behaviour 
in terms of atoms. The theory was based 
On certain postulates: ; 

(1) All elements are composed of small 
Particles, which Dalton called atoms. 
(2) All atoms of the same element are 
identical, 

(3) Atoms can neither be, created nor 
destroyed. 

(4) Atoms combine to form ‘compound 
atoms' (i.e. molecules) in simple tatios- 
Dalton also suggested symbols for the 
elements, The theory was usedito explain 
the law of conservation of mass and the 
laws of chemical combination. 


Dalton’s law (of partial pressures) The 
Pressure of a mixture of gases is the sum 
of the partial pressures of each individual 
constituent. (The partial pressure of a 
gas in a mixture is the pressure that it 
would exert if it alone were present in 
the container.) Dalton's law is strictly 
true only for ideal gases. 


Daniell cell A type of primary cell 
Consisting of two electrodes in different 
electrolytes separated by a porous parti- 
tion. The positive electrode is copper 
immersed in copper(II) sulphate solu- 


decahydrate 


tion. The negative electrode is zinc- 
mercury amalgam in either dilute 
sulphuric acid or zinc sulphate solution. 
The porous pot prevents mixing of the 
electrolytes, but allows ions to pass. 
With sulphuric acid the e.m.f. is about 
1.08 volts; with zinc sulphate it is about 
1.10 volts. 
+At the copper electrode copper ions in 
solution gain electrons from the metal 
and are deposited as copper atoms: 

Cu?* + 2e > Cu 
The copper electrode thus gains a 
positive charge. At the zinc electrode, 
zinc atoms from the electrode lose 
electrons and dissolve into solution as 
zinc ions, leaving a net negative charge 
on the electrode 

Zn 2e + Zn?* 


dative bond See coordinate bond. 


d-block elements +The transition 
elements of the first, second, and third 
long periods, i.e. Sc to Zn, Y to Cd, and 
La to Hg. They are so called because in 
general they have inner d-levels with 
configurations of the type (n - 1)d*ns? 
where x = 1-10. See transition elements. 


de Broglie wave +A wave associated 
with a particle, such as an electron or 
proton. In 1924, Louis de Broglie 
suggested that, since electromagnetic 
waves can be described as particles 
(photons), particles of matter could also 
have wave properties. The wavelength 
(A) has the same relationship to momen- 
tum (p) as in electromagnetic radiation: 

à= h/p 

where h is the Planck constant. See also 
quantum theory. 


debye Symbol: D +A unit of electric 
dipole moment equal to 3.33564 x 
10-9 coulomb metre. It is used in 
expressing the dipole moments of mole- 
cules. 


deca- Symbol: da A prefix denoting 10. 
For example, 1 decametre (dam) — 10 
metres (m). 


decahydrate A crystalline solid contain- 


deci- 


ing ten molecules of water of crystal- 
lization per molecule of compound. 


deci- Symbol: d A prefix denoting 10-'. 
. For example, 1 decimetre (dm) = 10°! 
metre (m). 


decomposition A chemical reaction in 
which a compound is broken down into 
compounds with simpler molecules. 


decrepitation Heating a crystalline solid 
so that it emits a crackling noise, usually 
as a result of loss of water of crystal- 
lization. 


defect An irregularity in the ordered 
arrangement of particles in a crystal 
lattice. {There are two main types of 
defect in crystals. Point defects occur at 
single lattice points and there are two 
types. A vacancy is a missing atom; i.e. 
a vacant lattice point. Vacancies are 
sometimes called Schottky defects. An 
interstitial is an atom that is in a position 
that is not a normal lattice point. If an 
atom moves off its lattice point to an 
interstitial position the result (vacancy 
plus interstitial) is a Frenkel defect. All 
solids above absolute zero have a 
number of point defects, the concen- 
tration of defects depending on the 
temperature. Point defects can also be 
produced by strain or by irradiation. 
Dislocations (or line defects) are also 
produced by strain in solids. They are 
irregularities extending over a number 
of lattice points along a line of atoms. 


definite proportions, law of See 
constant proportions, law of. 


degenerate {Describing different quan- 
tum states that have the same energy. 
For instance, the five d orbitals in a 
transition-metal atom all have the same 
energy but different values of the 
magnetic quantum number m. Differen- 
ces in energy occur if a magnetic field is 
applied or if the arrangement of ligands 
around the atom is not symmetrical. 
The degeneracy is then said to be ‘lifted’. 
degradation 7A 


chemical reaction 
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involving the decomposition of a mole- 
cule into simpler molecules, usually in 
stages. The Hofmann degradation of 
amides is an example. 


degrees of freedom 1. +The indepen- 
dent ways in which particles can take up 
energy. In a monatomic gas, such as 
helium or argon, the atoms have three 
translational degrees of freedom (corres- 
ponding to motion in three mutually 
perpendicular directions). The mean 
energy per atom for each degree of 
freedom is kT/2, where k is the 
Boltzmann constant; the mean energy 
per atom is thus 3kT/2. 
A diatomic gas also has two rotational 
degrees of freedom (about two axes 
perpendicular to the bond) and one 
vibrational degree. The rotations also 
each contribute kT/2 to the average 
energy. The vibration contributes kT 
(kT/2 for kinetic energy and kT/2 for 
potential energy). Thus, the average 
energy per molecule for a diatomic 
molecule is 3kT/2 (translation) + kT 
(rotation) + kT (vibration) = 7kT/2. 
Linear triatomic molecules also have 
two significant rotational degrees of 
freedom; non-linear molecules have 
three. For non-linear polyatomic mole- 
cules, the number of vibrational degrees 
of freedom is 3N - 6, where N is the 
number of atoms in the molecule. 
The molar energy of a gas is the average 
energy per molecule multiplied by the 
Avogadro constant. For a monatomic 
gas it is 3RT/2, etc. 
2. The independent physical quantities 
(e.g. pressure, temperature, etc.) that 
define the state of a given system. See 
phase rule. 


dehydration 1. Removal of water from 4 
substance. 
2. Removal of the elements of water 
(i.e. hydrogen and oxygen in a 2:1 ratio) 
to form a new compound. An example 
is the dehydration of propanol t° 
propene over hot pumice: 

C;H;OH 5 CH;CH:CH; + H;O 


deliquescent Describing a solid com" 
pound that absorbs water from 


atmosphere, eventually forming a solu- 
tion. See also hygroscopic. 


delocalization A spreading out of 
bonding electrons in a molecule over 
the molecule. 


delocalized bond (non-localized bond) 
A type of bonding in molecules that 
Occurs in addition to sigma bonding. 
The electrons forming the delocalized 
bond are no longer regarded as remain- 
ing between two atoms; i.e. the electron 
density of the delocalized electrons is 
spread over several atoms and may 
spread over the whole molecule. 
+The electron density of the delocalized 
bond is spread by means of a delocalized 
molecular orbital and may be regarded 
as a series of pi bonds extending over 
several atoms, for example the pi bonds 
in butadiene and the C-O pi bonds in 
the carbonate ion. 


denaturing The process of adding small 
amounts of contaminants to ethanol to 
make it unfit for drinking. Denatured 
alcohol (such as methylated spirits) is 
Not subject to the excise duty on 
alcoholic drinks. 


dendritic growth +Growth of crystals in 
a branching habit. 


density Symbol: p The mass per unit 
Volume of a given substance. The units 
are g dm-?, etc. See also relative density. 


depolarizer +A substance used in a 
Voltaic cell to prevent polarization. 
Hydrogen bubbles forming on the elec- 
trode can be removed by an oxidizing 
agent, such as manganese(IV) oxide. 


depression of freezing point A 
Colligative property of solutions in which 
the freezing point of a given solvent is 
lowered by the presence of a solute. The 
amount of the reduction is proportional 
to the molal concentration of the solute. 
The depression depends only on the 
Concentration and is independent of 
Solute composition. The proportionality 
Constant, K, is called the freezing point 


65 


depression of freezing point 


Beckmann 
thermometer 


«^y tube for 
introduction 
of solute 


container 
for freezing 
mixture 


Apparatus for measuring depression 
of freezing point 


constant or sometimes the cryoscopic 
constant. At = K;Cm, where At is the 
lowering of the temperature and Cy is 
the molal concentration; the units of Ky 
are kelvins kilograms moles“! (K kg 
mol-!). Although closely related to the 
property of boiling-point elevation, the 
cryogenic method can be applied to 
measurement of relative molecular mass 
with considerable precision. A known 
weight of pure solvent is slowly frozen, 
with stirring, in a suitable cold bath and 
the freezing temperature measured using 
a Beckmann thermometer. A known 
weight of solute of known molecular 
mass is introduced, the solvent thawed 
out, and the cooling process and 
measurement repeated. The addition is 
repeated several times and an average 
value of K; for the solvent obtained by 
plotting At against Cm. The whole 
process is then repeated using the 
unknown solute and its relative mole- 
cular mass determined using the value 
of K; previously obtained. 

+The effect is applied to more precise 
measurement of relative molecular mass 
by using a pair of Dewar flasks (pure 
solvent and solution) and measuring At 
by means of thermocouples. The theore- 
tical explanation is similar to that for 
lowering of vapour pressure. The 


derived unit 


Íreezing point of the solvent is that 
point at which the curve representing 
the vapour pressure above the liquid 
phase intersects the curve representing 
the vapour pressure above the frozen 
solvent. The addition of solute depresses 
the former curve but as the solid phase 
that separates is always pure solvent 
(above the eutectic point), there is no 
attendant depression of the latter curve. 
Consequently the point of intersection 
is depressed, resulting in a lowering of 
the freezing point. See also lowering of 
vapour pressure. 


derived unit A unit defined in terms of 
base units, and not directly from a 
standard value of the quantity it 
measures. For example, the newton is a 
unit of force defined as a kilogram 


metre second? (kg ms^?). See also SI 
units. 


desiccation Removal of moisture from a 
substance. 


desiccator A laboratory apparatus for 
drying solids or for keeping solids free 
of moisture. It is a container in which is 
kept a hygroscopic material (e.g. calcium 
oxide, or silica gel). 


destructive distillation The process of 
heating an organic substance in the 
absence of air to produce volatile 
products, which are subsequently con- 
densed. The destructive distillation of 
coal was the process for manufacturing 
coal gas and coal tar. Formerly, 
methanol was made by the destructive 
distillation of wood. 


detergents A group of substances that 
improve the cleansing action of solvents, 
particularly water. The majority of 
detergents, including soap, have the 
same basic structure. Their molecules 
have a hydrocarbon chain (tail) that 
does not attract water molecules. The 
tail is said to be hydrophobic (water 
hating). Attached to this tail is a small 
group (head) that readily ionizes and 
attracts water molecules. It is said to be 
hydrophilic (water loving). Detergents 
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reduce the surface tension of water and 
thus improve its wetting power. Because 
the detergent ions have their hydrophilic 
heads anchored in the water and their 
hydrophobic tails protruding above it, 
the water surfaceis broken up, enabling 
the water to spread over the material to 
be cleaned and penetrate between the 
material and the dirt. With the assistance 
of agitation, the dirt can be floated off. 
The hydrophobic tails of the detergent 
molecules ‘dissolve’ in grease and oils. 
The protruding hydrophilic heads repel 
each other causing the oil to roll up and 
form a drop, which floats off into the 
water as an emulsion. Soap is the oldest 
detergent. More recently synthetic deter- 
gents, often derived from petrochemi- 
cals, have been developed. Unlike soaps 
these detergents do not form soluble 
scums with hard water. 

+Synthetic detergents are of three types. 


Anionic detergents form ions consisting | 


of a hydrocarbon chain to which is 
attached either a sulphonate group, 
-SO,-O-, or a sulphate group, -O-SO2- 
O-. The corresponding metal salts are 
soluble in water. Cationic detergents 
have organic positive ions of the type 
RNH;*, in which R has a long hydro- 
carbon chain. Non-ionic detergents are 
complex chemical compounds called 
ethoxylates. They owe their detergent 
properties to the presence of a number 


of oxygen atoms in one part of the | 


molecule, which are capable of forming 
hydrogen bonds with the surface water 
molecules, thus reducing the surface 
tension of the water. 

See also soap. 


deuterated compound tA compound i? 
which one or more 'H atoms have 
replaced by deuterium (?H) atoms. 


deuterium Symbol: D A naturally 
occurring stable isotope of hydrogen in 
which the nucleus contains one prot" 


and one neutron. The atomic mass } | 


thus approximately twice that of Hi 
deuterium is known as ‘heavy hyo" | 
gen’. Chemically it behaves almost ide. 
tically to hydrogen, forming analog"; 
compounds, although reactions 


deuterium compounds are often slower 
than those of the corresponding 'H 
compounds. This is made use of in 
kinetic studies where the rate of a 
reaction may depend on transfer of a 
hydrogen atom (ie. a kinetic isotope 
effect). 


Dewar flask (vacuum flask) A double- 
walled container of thin glass with the 
Space between the walls evacuated and 
Sealed to stop conduction and convec- 
tion of energy through it. The glass is 
Often silvered to reduce radiation. 


Dewar structure +A representation `of 
the structure of benzene in which there 
is a single bond between two opposite 
corners of the hexagonal ring and two 
double bonds at the sides of the ring. 
The Dewar structures contribute to the 
resonance hybrid of benzene. See 
benzene. 


dextro-form +See optical activity. 
dextrorotatory Sce optical activity. 


dextrose (grape-sugar) Naturally occur- 
Ting glucose belongs to the stereo- 
chemical series D and is dextrorotatory 
indicated by the symbol (+). Thus the 
term dextrose is used to indicate D-( + )- 
glucose, As other stereochemical forms 
Of glucose have no significance in 
biological systems the term ‘glucose’ is 
Often used interchangably with dextrose 
in biology. See also glucose. 


D-form +See optical activity. 
“form See optical activity. 


diagonal relationship There is a general 
trend in the periodic table for elec- 
\ronegativity to increase from left to 
Tight along a period and decrease down 
a group. Thus a move of ‘one across and 
ne down’, i.e. a diagonal move in the 
lable, gives rise to effects that tend to 
cancel each other. There is a similar 
combined effect for size, which decreases 
along a period but increases down 4 
Eroup. This diagonal relationship gives 
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diamond 


rise to similarities in chemical proper- 
ties, which are particularly noticeable 
for the following pairs: Li-Mg; Be-Al; 
B-Si. 

TLi-Mg: 

(1) both have carbonates that give CO; 
on heating, 

(2) both burn in air to give the normal 
oxide only, 

(3) both form a nitride, : 
(4) both form hydrated chlorides that 
hydrolyse slowly. 

Be-Al: 

(1) both give hydrogen with alkalis, 

(2) both give water-insoluble hydroxides 
that dissolve in alkali, 

(3) both form complex ions of the type 
MCh, 

(4) both have 
chlorides. 

B-Si: 

(1) both form acidic oxides of a giant 
covalent-molecule type with high mel- 
ting points, 

(2) both form low-stability hydrides that 
ignite in air, 

(3) both form readily hydrolysable 
chlorides that fume in air, 

(4) both have amorphous and crystalline 
forms and both form glasses with basic 
oxides, such as Na;O. 


covalently bridged 


diamagnetism tSce magnetism. 


1,6-diaminohexane (H;N(CH;))NH;) 
+An organic compound used as a star- 
ting material in the production of nylon. 
]t is manufactured from cyclohexane. 
See nylon. 


diamond An allotrope of carbon. It is the 
hardest naturally occurring substance 
and is used for jewellery and, indus- 
trially, for drilling equipment. Each 
carbon atom is surrounded by four 
equally spaced carbon atoms arranged 
tetrahedrally. The carbon atoms form a 
three-dimensional network with each 
carbon-carbon bond equal to 0.154 nm 
and at an angle of 109.5" with its neigh- 
bours. In diamonds million: of atoms 
are covalently bonded to form a giant 
molecular structure, the great strength 


diatomic 


of which results from the strong covalent 
bonds. See also carbon. 


diatomic Describing a molecule that 

consists of two atoms. Hydrogen (H2), 
oxygen (O2), nitrogen (N;), and the 
halogens: are examples of diatomic 
elements. 


diazotization +The reaction of an 
aromatic amine (eg. aniline) with 
nitrous acid at low temperatures (below 
5°), 
CH;NH; + HNO) > C4H;N*N + 
OH: + H;O 
The acid is prepared in situ by reaction 
between nitric acid and sodium nitrite. 
The resulting diazonium ion is suscep- 
tible to attack by nucleophiles and 
provides a method of nucleophilic 
substitution onto the benzene ring. 


diazonium salt +A compound of the 
type RN;* X^, where R is an omatic 
group and X- a negative ion. Diazonium 
salts are made by diazotization. They 
can be isolated but are very unstable, 
and are usually prepared in solution. 
The -N;' group renders the benzene 
ring susceptible to nucleophilic substi- 
tution (rather than electrophilic substi- 
tution). Typical reactions are: 
(1) Reaction with water on warming the 
solution: 
RN2* + HO 2 ROH + N, + H+ 
(2) Reaction with halogen ions (CuCl 
catalyst for chloride ions): 

RN2* + I->RI +N, 
Diazonium ions can also act as electro- 
philes and substitute other benzene rings 
(diazo coupling). See azo compound. 


dichlorine oxide (chlorine monoxide, 
CI;O) tAn orange gas made by passing 
chlorine over mercury(II) oxide. It is a 
strong oxidizing agent and dissolves in 
water to give chloric(I) acid. 


dichloroacetic acid tSee chloroethanoic 
acid. 


dichloroethanoic acid +See chloroe- 
thanoic acid. 


dichromate(VI) A salt containing the 
ion CrO. Dichromates are strong 
oxidizing agents. See potassium dichro- 
mate(VI). 


diethyl ether See ethoxyethane. 


diffusion Movement of a gas, liquid, or 
solid as a result of the random thermal 
motion of its particles (atoms or mole- 
cules). A drop of ink in water, for 
example, will slowly spead throughout 
the liquid. Diffusion in solids occurs 
very slowly at normal temperatures. See 
also Graham's law. 


dihydrate A crystalline compound with 
two molecules of water of crystallization 
per molecule of compound. 


dihydric alcohol +See diol. 


diiodine hexachloride (iodine tri- 

chloride, I;Clk) A yellow crystalline 
solid made by reacting excess chlorine 
with iodine. It is a strong oxidizing 
agent and at 70°C it dissociates into 
iodine monochloride and chlorine. 


dilead(II) lead(IV) oxide (red lead, 
Pb;O,) A powder made by heating 
lead(II) oxide or lead(II) carbonate 
hydroxide at 400°C, It is black when hot 
and red or orange when cold. On heating 
it decomposes to lead(II) oxide and 
oxygen. Dilead(II) lead(IV) oxide is 
used as a pigment and in glass making. 
In practice it tends to have less oxygen 
than denoted in the formula. 


dilute Denoting a solution in which the 
amount of solute is low relative to that 
of the solvent. The term is always 
relative and includes dilution at trace 
level as well as the common term 'bench 
dilute acid', which usually means a 2M 
solution. Compare concentrated. 


dimer A compound (ormoiecule) formed 
by combination or association of two 
molecules. For instance, aluminium 
chloride (AICl;) is a dimer (Al;Cls) i" 
the vapour. 
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dimethylbenzene (xylene, CsH.(CHs)2) 
An organic hydrocarbon present in the 
light-oil fraction of crude oil. It is used 
extensively as a solvent. {There are 
three isomeric compounds with this 
name and formula, distinguished as 1,2-, 
1,3- and 1,4- dimethylbenzene according 
to the positions of the methyl groups on 
the benzene ring. 


dimorphism See polymorphism. 


dinitrogen oxide (nitrous oxide, N;O) 
A colourless gas with a faintly sweet 
odour and taste. It is appreciably soluble 
in water (1.3 volumes in 1 volume of 
Water at (C) but more soluble in 
ethanol, It is prepared commercially 
and in the laboratory by the careful 
heating of ammonium nitrate: 

NH.NO\(s) = N,O(g) + 2H20(8) 
Dinitrogen oxide is fairly easily decom- 
Posed on heating to temperatures above 
520°C, giving nitrogen and oxygen. The 
gas is used as a mild anaesthetic in 
Medicine and dentistry, being marketed 
in small steel cylinders. It is sometimes 
called laughing gas because it induces a 
feeling of elation. 


: dinitrogen tetroxide (N20.) A colour- 
less gas that becomes a pale yellow 
liquid below 21°C and solidifies below 
-lI*C. On heating, the gas dissociates to 
nitrogen dioxide ma s 

N.0,(g) = 2NOX& 
This Tecate is complete at 140°C. 
Liquid dinitrogen tetroxide has g 
Solvent properties and is used as a 
Nitrating agent. 
2,4-dinitrophenylhydrazine (Brady's 

Teagent, C,H,N,O,) tAn orange solid 

commonly used in solution with 

Methanol and sulphuric acid to produce 

Crystalline derivatives by condensation 

with aldehydes and ketones., The 

erivatives, known as 24-dinitrophenyl- 
hydrazones, can easily be purified by 

Tecrystallization and have characteristic 

Melting points, used to identify the 


Original aldehyde or ketone. 


diol (dinydric alcohol, glycol) fAn 
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disodium hydrogen phosphate 


alcohol that has two hydroxyl groups 
(-OH) per molecule of compound. 


diphosphane (disphosphine, P,H,) +A 
yellow liquid that can be condensed out 
from phosphine in a freezing mixture. It 
ignites spontaneously in air. 


diphosphine See diphosphane. 


dipole moment A quantitative measure 
of polarity in either a bond (bond 
moment) or a molecule as a whole . 
(molecular dipole moment). The unit is 
the debye (equivalent to 3.34 x 10^? 
coulomb metre). Molecules such as HF, 
H20, NH;, and CsH;NH; possess dipole 
moments; CCl, N2, C&H,, and PF; do 
not. 
+The molecular dipole moment can be 
estimated by vector addition of indi- 
vidual bond moments if the bond angles 
are known. The possession of a dipole 
moment permits direct interaction with 
electric fields or interaction with the 
electric component of radiation. 


direct dyes tA group of dyes that are 
mostly azo-compounds derived from 
benzidene or benzidene derivatives. 
They are used to dye cotton, viscose 
rayon, and other cellulose fibres directly, 
using a neutral bath containing sodium 
chloride or sodium sulphate as a 


mordant. 


disaccharide A sugar with molecules 
composed of two monosaccharide units. 
Sucrose and maltose are examples. 
iThese are linked by a -O- linkage 
(glycosidic link). See also sugar. 


dislocation +See defect. 


disodium hydrogen phosphate(V) 
(disodium hydrogen ‘orthophosphate, 
Na;HPO,) fA white solid prepared by 
titrating phosphoric acid with sodium 
hydroxide solution using phenolph- 
thalein as the indicator. On evaporation 
the solution yields efflorescent mono- 
clinic crystals of the dodecahydrate, 
Na;HPO,.12H;0. The effloresced salt 


disodium tetraborate-10-water 


contains 7H;O. Disodium hydrogen 
phosphate is used in the textile industry. 


disodium tetraborate-10-water (borax, 
NajB,O;.10H;O) A white crystalline 
solid, sparingly soluble in cold water but 
readily soluble in hot water. It occurs 
naturally as salt deposits in dry lake 
beds, especially in California. It is an 
important industrial material, being used 
in the manufacture of enamels and heat- 
resistant glass, as a paper glaze, etc. 
fits full systematic name is sodium(I) 
heptaoxotetraborate(III)-10-water. In 

- solution hydrolysis occurs: 

B,0;?- + 7H,0 = 20H- + 4H;BO; 

The borax-bead test gives characteristic 
colours with certain cations. 


disperse dyes tWater-insoluble dyes, 
which, when held in fine suspension, 
can be applied to acetate rayon fabrics. 
The dye, together with a dispersing 
agent, is warmed to a temperature of 
45-50°C and the fabric added. By modi- 
fying the method of application it is 
possible to dye Tricel, as well as 
polyacrylic and polyester. fibres. The 
yellow/orange shades are nitroarylamine 
derivatives and the green to bluish 
Shades are derivatives of 1-amino 
anthraquinone. Certain azo-compounds 
are disperse dyes and these give a range 
of colours. 


disperse phase 1See colloid. 


dispersion force +A weak type of inter- 
molecular force. See van der Waals 
forces. 


displacement pump A commonly used 
device for transporting liquids and gases 
around chemical plants. It works on the 
principle of the bicycle pump: a piston 
raises the pressure of the fluid and, 
when it is high enough, a valve opens 
and the fluid is discharged through an 
outlet pipe. As the piston moves back 
the pressure falls and the cycle continues. 
Displacement pumps can be used to 
generate very high pressures (e.g. in the 
synthesis of ammonia) but because of 
the system of valves, they are more 
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expensive than other types of pump. 
Compare centrifugal pump. 


displacement reaction A chemical reac- 

tion in which an atom or group displaces 

another atom or group from a molecule. 

A common example is the displacement 
of hydrogen from acids by metals: 
Zn + 2HCI 2 ZnCl, + Hz 


disproportionation A chemical reaction 
in which there is simultaneous oxidation 
and reduction of the same compound. 
An example is the reaction of copper(I) 
chloride to copper and copper(II) 
chloride: 

2CuCl > Cu + CuCl 
in which there is simultaneous oxidation 
(to Cu(II) and reduction (to Cu(0)). 
Another example is the reaction of 
chlorine with water: 
Cl, + H:O => 2H* + Cl + CIO 

in which there is reduction to Cl- and 
oxidation to ClO- 


dissociation Breakdown of a molecule 
into two molecules, atoms, radicals, of | 
ions. Often the reaction is reversible, as 
in the ionic dissociation of weak acids in 
water: | 
CH;COOH + H:O = CH;COO> + | 
H;0* i | 


dissociation constant The equilibrium l 
constant of a dissociation reaction. Fof 
example, the dissociation constant of # 
reaction: 

AB=A+ By. | 

is given by: | 

K = [A][B/[AB] 
Often the degree of dissociation is used 
— the fraction (a) of the original 
compound that has dissociated 5 | 
equilibrium. For an original amount ° | 
AB of n moles in a volume V, thé 
dissociation constant is given by: 

K = a?n/(1-a)V 
Note that this expression is 
dissociation into two molecules. Aity 
Acid dissociation constants (or acidi! 
constants, symbol: K,) are dissociatiO. 
constants for the dissociation into 10% | 
in solution. | 

HA + H:0 > H;O* +A 


fof 


— 


The concentration of water can be taken 
as unity, and the acidity constant is 
given by: 

K, = [H:O* | A-VIHA] 
The acidity constant is a measure of the 
strength of the acid. Base dissociation 
constants ( K;) are similarly defined. 
+The expression: 

K = an/(1- a)V 

applied to an acid is known as Ostwald's 


dilution law. In particular if a is small ~ 


(a weak acid) then K = a?n/V, or a = 
CVV, where C is a constant, The degree 
Of dissociation is then proportional to 
the square root of the dilution. 


distillation The process of boiling a 
liquid and condensing the vapour. Distil- 
lation is used to purify liquids or to 
separate components of a liquid mixture. 

also destructive distillation, frac- 
tional distillation, steam distillation, 
vacuum distillation. 


disulphur dichloride (sulphur mono- 
chloride, $,Cl) 1A red fuming liquid 
with a strong smell. It is prepared by 
Passing chlorine over molten sulphur 
and is used to harden rubber. 


divalent (bivalent) Having a valence of 
Wo. 


Form +See optical activity- 


Übereiner's triads Triads of chemi- 

ly similar elements in which the 
central member, when placed in order 
of increasing atomic weight, has an 
atomic weight approximately equal to 
the average of the outer two. Other 
chemical and physical properties of the 
Central member àlso lie between those 
Of the first and last members of the 
triad. Dóbereiner noted this relationship 
1817; the triads are now recogniz 
às consecutive members of a group of 
the periodic table; e.g. Ca, Sr, and Ba 
and CI, Br, and I. 


dolomite A mineral, CaC@s-MgCOs 
as an ore of magnesium. 


toner The atom, ion, or molecule that 
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Dulong and Petit's law 


provides the pair of electrons in forming 
a covalent bond. 


double bond A covalent bond between 
two atoms that includes two pairs of 
electrons, one pair being the single bond 
equivalent (the sigma pair) and the 
other forming an additional bond, the pi 
bond (7 bond). It is conventionally 
represented by two lines, for example 
H;C - O. See multiple bond, forbital. 


double salt When equivalent quantities 
of certain salts are mixed in aqueous 
solution and the solution evaporated, a 
salt may form, e.g. FeSO.(NH4);- 
SO,.6H;O. In aqueous solution the salt 
behaves as a mixture of the two 
individuals. These salts are called double 
salts to distinguish them from complex 
salts, “which yield complex ions in 
solution. " 


Downs process An electrolytic process 
for making chlorine from fused sodium 
chloride. The anode is a central piece of 
graphite, surrounded by a cylindrical 
steel cathode. A grid and dome between 
the two keeps the products separate. 


dry cell A voltaic cell in which the 
electrolyte is in the form of a jelly or 
paste. The Leclanché dry cell is exten- 
sively used for flashlights and other 
portable applications. See also Leclan- 
ché cell. 


dryers Devices used in chemical 
processes to remove a liquid from a 
solid by evaporation. Drying equipment 
is classified by the method of transferring 
heat to a wet solid. This can be by direct 
contact between hot gases and the solid 
(direct dryers), heat transfer by conduc- 


. tion through a retaining metallic wall 


(indirect dryers), or infrared rays 


(infrared dryers). 


dry ice Solid carbon dioxide, used as a 
refrigerant. 


Dulong and Petit's law {The molar 


Dumas' method 


thermal capacity of a solid element is 
approximately equal to 3R, where R is 
the gas constant (25 JK-'mol-'). The 
law applies only to elements with simple 
crystal structures at normal tempera- 
tures. At lower temperatures the molar 
heat capacity falls with decreasing 
temperature (it is proportional to T?). 
Molar thermal capacity was formerly 
called: atomic heat — the product of the 
atomic weight and specific thermal 
capacity. 


Dumas’ method 1. A method for deter- 

mining the vapour densities of volatile 
liquids. The method utilizes a Dumas 
bulb; ie. a glass bulb with a narrow 
entrance tube. The bulb is weighed 
‘empty’ (i.e. full of air) then the sample 
is introduced and the bulb immersed in 
a heating bath so that the sample boils 
and expels all the air. When the surplus 
vapour has been expelled, the bulb is 
sealed off, cooled, dried, and weighed. 
The tip of the tube is then broken under 
water so that the water completely fills 
the tube and the whole weighed again. 
This enables the volume of the bulb to 
be calculated from the known density of 
water, and knowing the density of air 
one can compute the vapour density of 
the sample. See also Hofmann's method, 
Victor Meyer's method. 
2. tA method of finding the amount of 
nitrogen in an organic compound by 
heating the compound with copper oxide 
to convert the nitrogen into nitrogen 
Oxides. These are reduced by passing 
them over hot copper and the volume of 
nitrogen collected is measured. 


Duralumin (Trademark) A strong light- 
weight aluminium alloy containing 3-4% 
copper, with small amounts of mag- 
nesium, manganese, and sometimes sili- 
con. It is widely used in aircraft bodies. 


dye A colouring material for fabric, 
leather, etc. Most dyes are now synthetic 
organic compounds (the first such was 
the dye mauve synthesized from aniline 
in 1856 by W.H. Perkin). *Dyes are 
often unsaturated organic compounds 
containing conjugated double bonds — 


the bond system responsible for the 
colour is called. the chromophore. Set 
also azo compound. 


dyne Symbol: dyn +The former unit of 
force used in the c.g.s. system. It is 
equal to 10-5 N. 


dysprosium A soft malleable silvery 
element of the lanthanoid series of 
metals. It occurs in association with | 
other lanthanoids. One of its few uses i5 
as a neutron absorber in nuclear reac- 
tors. 
Symbol: Dy; m.p. 1412°C; b.p. 2562°C; 
r.d. 8.56; p.n. 66; r.a.m. 162.50. 


| 
ebulioscopic constant See elevation of | 
boiling point. 


| 
ebullition The boiling or bubbling of 2 | 
liquid. | 


eclipsed conformation +See confor- | 
mation. 


Edison cell +See nickel-iron accumula’ 
tor. | 


edta (ethylenediamine tetracetic acid) tA 
compound with the formula 
(HOOC CH;)N(CH;)N(CH;COOH | 
It is used in forming chelates of tran 
sition metals. See chelate. | 

efficiency Symbol: 7 A measure used m 
processes of energy transfer; the rati? 
the useful energy produced by a syst? 4 
or device to the energy input. 1Fof ; 
reversible heat engine, the efficiency 
given by 

n = (T,-T,)/T, d f 

T; being the source temperature an | 
the ‘sink `emperature. 


6) 
; ich 
efflorescence The process in whic | 
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crystalline hydrated solid loses water of 
crystallization to the air. À powdery 
deposit is gradually formed. 


einsteinium A radioactive transuranic 
element of the actinoid series, not found 
naturally on Earth. Several short-lived 
isotopes have been synthesized. 
Symbol: Es; p.n. 99; stablest isotope 
*S4Es (half-life 276 days). 


elastomer An elastic substance, e.g. a 
natural or synthetic rubber. 


electrochemical equivalent Symbol: z 
The mass of an element released from a 
solution of its ion when a current of one 
ampere flows for one second during 
electrolysis. 


electrochemical series (electromotive 
series) A series giving the activities of 

Metals for reactions that involve ions in 
solution. In decreasing order of activity, 
the series is 

K, Na, Ca, Mg, Al, Zn, Fe 
Pb, H, Cu, Hg, Ag, Pt, Au 

Any member of the series will displace 
ions of a lower member from solution. 
For example, zinc metal will displace 
Cu?* ions: 

Zn(s) 4 Cu?*(aq) > Zn?*(ag) + Cu(s) 
Zinc has a greater tendency than copper 
lo form positive ions in solution. 
Similarly, metals above hydrogen dis- 
place hydrogen from acids: 

Zn + 2HCI > ZnCl; + H: 
+The series is based on electrode poten- 
tials, which measure the tendency to 
form positive ions. The series is one of 
increasing electrode potential for half 
cells of the type M^* | M. Thus. copper 
(E*for Cu?*| Cu = +0.34 V) is lower 
than zinc (ES for Zn?* |Zn = -0.76 V): 
The hydrogen half cell has a val 


»10 


electrochemistry The study of the 
formation and behaviour of ions in 
solutions, It includes electrolysis and the 
generation of electricity by chemical 
reactions in cells. 


electrode Any part of an electrical device 


lue E? 
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electrode potential 


or system that emits or collects electrons 
or other charge carriers. An electrode 
may also be used to deflect charged _ 
particles by the action of the electrostatic 
field that it produces. See also half cell. 


electrodeposition The process of deposi- 
ting a layer of solid (metal) on an 
electrode by electrolysis. Positive ions in 
solution gain electrons at the cathode 
and are deposited as atoms. Copper, for 
instance, can be deposited on a metal 
cathode from copper sulphate solution. 


electrode potential tA measure of the 
tendency of an element to form ions in 
solution. For example, a metal in a 
solution containing M* ions may 
dissolve in the solution as M * ions; the 
metal then has an excess of electrons 
and the solution an excess of positive 
ions — thus, the metal becomes negative 
with respect to the solution. Alter- 
natively, the positive ions may gain 
electrons from the metal and be 
deposited as metal atoms. In this case, 
the metal becomes positively charged 
with respect to the solution. In either 
case, a potential difference is developed 
between solid and solution, and an 
equilibrium state will be reached at 
which further reaction is prevented. The 
equilibrium value of this potential 
difference would give an indication of 
the tendency to form aqueous ions. 
It is not, howevei, possible to measure 
this for an isolated half cell — any 
measurement requires a circuit, which 
sets up another half cell in the solution. 
Therefore, electrode potentials (or 
reduction potentials) are defined by 
comparison with a hydrogen halí ceil, 
which is connected to the half cell under 
investigation by a salt bridge. The e.m.f. 
of the full cell can then be measured. 
In referring to a given half cell the more 
reduced form is written on the right for 
a half-cell reaction. For the half cell 
Cu?*|Cu, the half-cell reaction is a 
reduction: 

Cu?*(aq) + 2e + Cu 
The cell formed in comparison with a 
hydrogen electrode is: 
Pt(s)H2(g)| H* (aq) | Cu? *(aq) | Cu 


H 


electrolysis 


The e.m.f. of this cell is +0.34 volt 
measured under standard conditions. 
Thus, the standard electrode potential 
(symbol: E9) is +0.34 V for the half 
cell Cu?* | Cu. The standard conditions 
are 1.0 molar solutions of all ionic 
species, standard pressure, and a 
temperature of 298 K. 

Half cells can also be formed by a 
solution of two different ions (e.g. Fe?* 
and Fe?*). In such cases, a platinum 


electrode is used under standard condi- 
tions. 


electrolysis The production of chemical 
Change by passing electric charge 
through certain conducting liquids (elec- 
trolytes). The current is conducted by 
migration of ions — positive ones 
(cations) to the cathode (negative elec- 
trode), and negative ones (anions) to 
the anode (positive electrode). Reactions 
lake place at the electrodes by transfer 
of electrons to or from them. 
FIn the electrolysis of water (containing 
à small amount of acid to make it 
conduct adequately) hydrogen gas is 
given off at the cathode and oxygen is 


evolved at the anode. At the cathode the 
reaction is: 


At the anode: 

OH- => e` + OH 

20H > H,0 +0 

2050; 

In certain cases the electrode material 
may dissolve. For instance, in the 
electrolysis of copper(II) sulphate 
solution with Copper electrodes, copper 
atoms of the anode dissolve as Copper 
ions r 

Cu 2e + Cu?* 


electrolyte A liquid containing positive 
and negative ions, that conducts electri- 
city by the flow of those charges. 
TElectrolytes can be solutions of acids 
or metal salts (‘ionic compounds’), 
usually in water. Alternatively they may 
be molten ionic compounds — again the 
ions can move freely through the 
substance. Liquid metals (in which 
conduction is by free electrons rather 
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than ions) are not classified as electroly- 
tes. See also electrolysis. 


electrolytic Relating to the behaviour or 
reactions of ions in solution. 


electrolytic cell See cell, electrolysis. 


electrolytic corrosion Corrosion by 
electrochemical reaction. See rusting. 


electrolytic refining A method of puri- 
fying metals by electrolysis. Copper is 
purified by making the impure metal the 
anode in an electrolytic cell with copper 
sulphate electrolyte. The cathode is a 
thin strip of pure copper. The copper at 
the anode dissolves (as Cu?* ions) and 
pure copper is deposited on the cathode. 
In this particular process, gold and 
silver are obtained as by-products, 
deposited as an anode sludge on the 
bottom of the cell. 


electromagnetic radiation Energy pro- 
pagated by vibrating electric and 
magnetic fields. Electromagnetic radia- 
tion forms a whole electromagnetic 
spectrum, depending on frequency and 
ranging from high-frequency radio 
waves to low-frequency gamma rays. 
Electromagnetic radiation can be thou- 
ght of as waves (electromagnetic waves) 
or as streams of photons. The frequency 
and wavelength are related by 

»-c 

where c is the speed of light. The energy 
carried depends on the frequency. 


electromotive series +See electrochemi- 
cal series. 


electron An elementary particle of 
negative charge (-1.602 192 C) and rest 
mass 9.109 558 kg. Electrons are presen! 
in all atoms in shells around the nucleus 


electron affinity Symbol: A The energ 

released when an atom (or molecule 0f 

group) gains an electron in the 8° 

phase to form a negative ion. It is thu’ 
the energy of: 

Acte&C—A a 

A positive value of A (often in electro? 


electrophile 


Electromagnetic spectrum 
(note: the figures are only approximate) 


Radiation Wavelength (m) Frequency (Hz) 
gamma radiation 2130710 1019 - 

X-rays 1072 10° 10" - 1070 
ultraviolet radiation 10? - 107 1015 - 1018 
visible radiation 107 - 10:5 10% - 1015 
infrared radiation 108-104 1012 - 10'4 
microwaves 10^-1 109 - 10'3 
radio waves T - 108 


volts) indicates that heat is given out. 
Often the molar enthalpy is given for 
this process of electron attachment 
(AH). Here the units are joules per mole 
(Jmol-!), and, by the usual convention, 
à negative value indicates that energy is 
released. 


electron-deficient compounds tCom- 
Pounds in which the number of electrons 
available for bonding is insufficient for 
the bonds to consist of conventional 
two-electron covalent bonds. Diborane, 
B,H,, is an example in which each 
boron atom has two terminal hydrogen 
atoms bound by conventional electron- 
pair bonds and in addition the molecule 
has two hydrogen atoms bridging the 
boron atoms (B-H-B). In each bridge 
there are only two electrons for the 
bonding orbital, See also multicentre 
bond. 


electron diffraction A technique used 
to determine the structure of substances, 
Principally the shapes of molecules in 
the gaseous phase. A beam of electrons 
directed through a gas at low pressure 
Produces a series of concentric rings on 
à photographic plate. The dimensions of 
these rings are related to the interatomic 
distances in the molecules. See also X- 
Tay diffraction. 


electronegativity A measure of the 
tendency of ve in a molecule to 
attract electrons to itself. Elements to 
the right-hand side of the periodic table 
are strongly electronegative (values from 
2.5 to 4); those on the left-hand side 


have low electronegativities (0.8 to 1.5) 
and are sometimes called electropositive 
elements. Different electronegativities of 
atoms in the same molecule give rise to 
polar bonds and sometimes to polar 
molecules. 

+As the concept of electronegativity is 
not precisely defined it cannot be 
precisely measured and several elec- 
tronegativity scales exist. Although the 
actual values differ the scales are in 
good relative agreement. 

Sec electron affinity, ionization poten- 
tial. 


electronic energy levels +See energy 
levels. 


electron spin resonance (ESR) *A 
similar technique to nuclear magnetic 
resonance, but applied to unpairec 
electrons in a molecule (rather than tc 
the nuclei). It is a powerful technique 
for studying free radicals and transition 
metal complexes. 


electronvolt Symbol: eV tA unit o 
energy equal to 1.602 1917. x 10°! 
joule. It is defined as the energy requires 
to move an electron charge across ; 
potential difference of one volt. It i 
often used to measure the kinetic ener 
gies of elementary particles or ions, o 
the ionization potentials of molecules. 


‘electrophile tAn electron-deficient io 
or molecule that takes part in an organi 
reaction. The electrophile can be eithe 
a positive ion (H+, NO;*) or a molecu! 
that can accept an electron pair (SO 


electrophilic addition 


O;). The electrophile attacks negatively 
charged areas of molecules, which 
usually arise from the presence in the 
molecule of an electronegative atom or 
group or of z-bonds. Compare nucleo- 
phile. 


electrophilic addition tA reaction 
involving the addition of a small mole- 
cule to an unsaturated organic com- 
pound, across the atoms held by a double 
or triple bond. The reaction is initiated 
by the attack of an electrophile on the 
electron-rich area of the molecule. The 
mechanism of electrophilic addition is 
thought to be ionic, as in the addition of 
HBr to ethene: 
H;C:CH; + H* > HiCCH;* + Br 5 

H;CCHiBr 

In the case of higher alkenes (more than 
two carbon atoms) several isomeric 
products are possible. The particular 
isomer produced depends on the stability 
of the alternative intermediates and this 
is summarized empirically by Markovni- 
koff's rule. See also addition reaction. 


electrophilic substitution tA reaction 
involving substitution of an atom or 
group of atoms in an organic compound 
with an electrophile as the attacking 
substituent. Electrophilic substitution is 
very common in aromatic compounds, 
in which electrophiles are substituted 
onto the ring. An example is the 
nitration of benzene: 

CH, + NO;* 2 CHNO; + H+ 
The nitronium ion (NO;*) is formed by 
mixing concentrated nitric and sulphuric 
acids: 

HNO; + H;S0, > H;NO;* + HSO,- 
HjNO;* > NO;* + H;O 

The accepted mechanism for a simple 
electrophilic substitution on benzene 
involves an intermediate of the form 
CsHsHNO)*. Sce also substitution reac- 
tion. 


electroplating The process of coating a 
solid surface with a layer of metal by 
means of electrolysis (i.e. by electrode- 
position). 


electrovalent bond (ionic bond) A 
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binding force between the ions in 
compounds in which the ions are formed 
by complete transfer of electrons from 
one element to another element or radi- 
cal. For example, Na + Cl becomes 
Na* + Cl. The electrovalent bond 
arises from the excess of the net attrac- 
tive force between the ions of opposite 
charge over the net repulsive force 
between ions of like charge. The magni- 
tude of electrovalent interactions is of 
the order 107-10? kJ mol-' and elec- 
trovalent compounds are generally solids 
with rigid lattices of closely packed ions. 
TThe strengths of electrovalent bonds 
vary with the reciprocal of the inter- 
ionic distances and are discussed in 
terms of lattice energies. 


element A substance that cannot be 
decomposed into more simple substan- 
ces. The atoms of an element all have 
the same proton number (and thus the 
same number of electrons, which deter- 
mines the chemical activity). There are 
about 92 naturally occurring elements 
on Earth. Those with high relative 
atomic masses (greater than 93) are 
made by bombardment of other nuclei 
with high-energy particles. See also 
element 104, \ 


element 104 The first transactinide 
element, atomic number 104, i.e. 
following after the actinoid series. Its 
synthesis is claimed by Soviet and 
American groups with several very 
short-lived isotopes being reported; 
proposed names (and symbols) are 
kurchatovium (Ku) and rutherfordium 
(Rf), however neither of these names 
have been adopted and the name 
unnilquadium (Unq) has now been 
accepted (un- = 1, -nil- = 0, -quad = 
4). There are also strong claims for the 
discoveries of element 105 and element 
106, which are named unnilpentium an 
unnilhexium, respectively. 


eievarion of boiling point A colligativc 
Property of solutions in which the 
boiling point of a solution is raised 
relative to that of the pure solvent. The 
elevation is directly proportional to the 


n 
N 

Beckmann 

thermometer F 
condenser 

tube for 

introducing N 

solute 


heater 


Apparatus for measuring elevation of 
boiling point 


. number of solute molecules introduced 


rather than to any specific aspect of the, 
solute composition. The proportionality 
constant, Ks, is called the boiling-point 
elevation constant or sometimes the 
ebulioscopic constant. The relationship 
is 
at = Kem ; 

where At is the rise in boiling point and 
Cy is the molal concentration; the units 
of K, are kelvins kilograms moles”! 
(K kg mol-!). The property permits the 
measurement of relative molecular mass 
of involatile solutes. An accurately 
weighed amount of pure solvent is boiled 
until the temperature is steady, a known 
weight of solute of known molecular 
mass is quickly introduced, the boiling 
continued, and the elevation measured 
using a Beckmann thermometer. The 
Process is repeated several times and the 
average value of K, obtained by plotting 
At against Cw. The whole process is 
then repeated with the unknown 
material and its relative molecular mass 


T 


empirical formula 


obtained using the value of K, 
previously obtained. 

There are several disadvantages with 
this method and it is therefore used 
largely for demonstration purposes. The 
main problem is that the exact amount 
of solvent remaining in the liquid phase 
is unknown and varies with the rate of 
boiling. The theoretical explanation of 
the effect is identical to that for the 
lowering of vapour pressure; the boiling 
points are those temperatures at which 
the vapour pressure equals the atmos- 
pheric pressure. 


elimination reaction A reaction invol- 
ving the removal of a small molecule, 
often water or hydrogen chloride, from 
an organic molecule to give an 
unsaturated compound. An example is 
the elimination of a water molecule 
from an alcohol to produce an alkene. 
fAn elimination reaction is often in 
competition with a substitution reaction 
and the predominant product will 
depend on the reaction conditions. The 
reaction of bromoethane with sodium 
hydroxide could yield either ethene (by 
elimination of HBr) or ethanol (by 
substitution of the Br with OH). The 
former product predominates if the 
reaction is carried out in an alcoholic 
solution and the latter if the solution is. 
aqueous. 


elution The removal of an adsorbed 
substance in a chromatography column 
or ion-exchange column using a solvent 
(eluent). +The chromatography column 
can selectively adsorb one or more 
components from the mixture. To ensure 
efficient recovery of these components 
graded elution is used. The eluent is 
changed in a regular manner starting 
with a non-polar solvent and gradually 
replacing it by a more polar one. This 
will wash the strongly polar components 
from the column. : 
See column chromatography. 


emission spectrum See spectrum. 


empirical formula The formula of a 
compound showing the simplest ratio of 


emulsion 


the atoms present. The empirical 
formula is the formula obtàined by 
experimental analysis of a compound 
and it can only be related to a molecular 
formula if the molecular weight is 
known. For example P,O; is the empiri- 
cal formula of phosphorus(V) oxide 
although its molecular formula is P,Ojo. 


Compare molecular formula, structural 
formula. 


emulsion A colloid in which a liquid 
phase (small droplets with a diameter 
range 105-107" cm) is dispersed or 
suspended in a liquid medium. Emul- 
sions are classed as lyophobic (solvent- 
repelling and generally unstable) and 
lyophilic (solvent-attracting and gener- 
ally stable). 


enantiomer (enantiomorph) +A com- 
pound whose structure is not superim- 
posable on its mirror image: one of any 
pair of optical isomers, See also isomer- 
ism, optical activity. 


enantiotropy The existence of different 
stable allotropes of an element at 
different temperatures; sulphur, for 
example, exhibits enantiotropy. 
{The phase diagram for an enantiotro- 
pic element has a point at which all the 
allotropes can coexist in a stable 
equilibrium. At temperatures above or 
below this point, one of the allotropes 
will be more stable than the other(s). 
See also allotropy, monotropy. 


enclosure compound +See clathrate. 


endothermic Describing a process in 
which heat is absorbed (i.e. heat flows 
from outside the system, or the tempera- 
ture falls). The dissolving of a salt in 
water, for instance, is often an endother- 
mic process. Compare exothermic. 


end point See equivalence point, volu- 
metric analysis. 


energy Symbol: W A property of a 
system; a measure of its capacity to do 
work, Energy and work have the same 


unit: the joule (J). It is convenient to 
divide energy into kinetic energy (energy 
of motion) and potential energy (‘stored’ 
energy). Names are given to many 
different forms of energy (chemical, 
electrical, nuclear, etc.); the only real 
difference lies in the system under 
discussion. For example, chemical 
energy is the kinetic and potential ener- 
gies of electrons in a chemical 
compound. 


energy level One of the discrete energies 
that an atom or molecule, for instance, 
can have according to quantum theory. 
TThus in an atom there are certain 
definite orbits that the electrons can be 
in, corresponding to definite electronic 
energy levels of the atom. Similarly, a 
vibrating or rotating molecule can have 
discrete vibrational and rotational 
energy levels. 


energy profile A diagram that traces the 
changes in the energy of a system during 
the course of a reaction. 
TEnergy profiles are obtained by plotting 
the potential energy of the reacting 
particles against the reaction coordinate. 
To obtain the reaction coordinate the 
energy of the total interacting system is 
plotted against position for the mole- 
cules. The reaction coordinate is the 
pathway for which the energy is a 
minimum. 
The energy profile for the hydrogenation 
of an alkene with and without a catalyst 
has certain interesting features: the 
activation energy without the catalyst is 
very much larger than that with the 
catalyst and any point along the horizon- 
tal axis represents the changes that the 
colliding particles experience as atoms 
are separated in bond breaking and as 


atoms are brought together in bond 
formation. 


enol tAn organic compound containing 
the C:CH(OH) group; i.e. one in which 
a hydroxyl group is attached to the 
carbon of a double bond. See keto-enol 
tautomerism. 


enthalpy Symbol: H +The sum of the 


internal energy ( U) and the product of 
pressure ( p) and volume ( V) of a system: 
H=U+pV 
In a chemical reaction carried out at 
constant pressure, the change in enthalpy 
measured is the intemal energy change 
plus the work done by the volume 
change: 
AH = AU + pAV 


entropy Symbol: S In any system that 
undergoes a reversible change, the 
change of entropy is defined as the heat 
absorbed divided by the thermodynamic 
temperature: 

6S = 6Q/T 

A given system is said to have a certain 
entropy, although absolute entropies are 
seldom used: it is change in entropy that 
is important. The entropy of a system 
measures the availability of energy to do 
work, 
In any real (irreversible) change in a 
closed system the entropy increases. 
Although the total energy of the system 
has not changed (first law of ther- 
modynamics) the available energy is less 
— a consequence of the second law of 
thermodynamics. 
The concept of entropy has been 
widened to take in the general idea of 
disorder — the higher the entropy, the 
more disordered the system. For 
instance, a chemical reaction involving 
polymerization may well have a decrease 
in entropy because there is a change to à 
more ordered system. The ‘thermal 
definition of entropy is a special case of 
this idea of disorder — here the entropy 
measures how the energy transferred is 
distributed amongst the particles of 
matter. 


enzyme A protein, with @ molecular 
weight between 105 and 10’, that cataly- 
Ses a specific biochemical reaction. An 
enzyme mediates the conversion of one 
Substance (the substrate) to another (the 
Product) by combining with Abe 
Substrate to form an intermediate 
complex. The enzyme molecule is very 
much larger than the substrate molecule. 
fEnzymes differ from inorganic catalysts 
în the following ways: 
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equilibrium 


(1) they have a high degree of specificity 
— enzymes can even distinguish between 
enantiomorphs; 

(2) an increase in temperature can cause 
a decrease in the rate of reaction as a 
result of the enzyme being denatured; 
(3) they are destroyed by too great a 
change in pH; 

(4) they are inactivated by low concen- 
trations of heavy-metal ions. 


epimerism +A form of isomerism in 
which the isomers (epimers) differ in 
the positions of -OH' groups. The a- 
and £- forms of glucose are epimers. 
See sugar. 


epoxide +A type of organic compound 
containing a three-membered ring in 
which two carbon atoms are each 
bonded to the same oxygen atom. 


CH,— CH; 


Epoxyethane 


epoxyethane (ethylene oxide, C;H4O) 
+A colourless gaseous ether. Epoxye- 
thane has a cyclic structure with a three- 
membered ring. It is made by oxidation 
of ethene over a silver catalyst. The ring 
is strained and the compound is 
consequently highly reactive. It poly- 
merizes to epoxy polymers. Hydrolysis 
produces 1,2-ethanediol. 


Epsom salt See magnesium sulphate. 


equilibrium In a reversible chemical 


reaction: 
A+B=C+D 


The reactants are forming the products: 
A+B>C+D 
which also react to give the original 


reactants: 

C+D—-A+B 
The concentrations of A, B, C, and D 
change with time until a state is reached 


equilibrium constant 


at which both reactions are taking place 
at the same rate. The concentrations (or 
pressures) of the components are then 
constant — the system is said to be in a 
state of chemical equilibrium. Note that 
the equilibrium is a dynamic one; the 
reactions still take place but at equal 
rates. The relative proportions of the 
components determine the ‘position’ of 
the equilibrium, which may be displaced 
by changing the conditions (e.g. 
temperature or pressure). 


equilibrium constant In a chemical 
equilibrium of the type 
xA + yB = 2C + wD 

The expression: 

[AI'TBP/[CT[D]* 
where the square brackets indicate 
concentrations, is a constant (K.) when 
the system is at equilibrium. K, is the 
equilibrium constant of the given reac- 
tion; its units depend on the stoichio- 
metry of the reaction. For gas reactions, 
pressures are often used instead of 
concentration. The equilibrium constant 
is then K,, where Kp = K.”. Here n is 
the number of moles of product minus 
the number of moles of reactant; for 
instance, in 

3H; + N; = 2NH; 
nis2-(1 +3) = -2. 


equipartition of energy +The principle 
that the total energy of a molecule is, on 
average, equally distributed among the 
available degrees of freedom. It is only 
approximately true in most cases. See 
degrees of freedom. 


equivalence point The point in a 
titration at which the reactants have 
been added in equivalent Proportions, 
so that there is no excess of either. It 
differs slightly from the end point, which 
is the observed point of complete 
reaction, because of the effect of the 
indicator, errors, etc. 


equivalent weight A measure of 
‘combining power’ formerly used in 
calculations for chemical reactions. The 
equivalent weight of an element is the 
number of grams that could combine 
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with or displace one gram of hydrogen 
(or 8 grams of oxygen or 35.5 grams of 
chlorine). It is the atomic weight divided 
by the valence. For a compound the 
equivalent weight depends on the reac- 
tion considered. An acid, for instance, in 
acid-base reactions has an equivalent 
weight equal. to its molecular weight 
divided by the number of acidic hydro- 
gen atoms. 


erbium A soft malleable silvery element 
of the lanthanoid series of metals. It 
occurs in association with other 
lanthanoids. Erbium has uses in the 
metallurgical, nuclear, and glass indus- 
tries. 
Symbol: Er; m.p. 1520°C; b.p. 2863°C; 
r.d. 9.07; p.n. 68; r.a.m. 167.26. 


erg +A former unit of energy used in the 
c.g.s. system. It is equal to 107 joule. 


Erlenmeyer flask A conical glass 
laboratory flask with a narrow neck. 


ester A type of organic compound formed 
by reaction between an acid and an 
alcohol. If the acid is a carboxylic acid, 
the formula is RCOOR’, where R and 
R' are organic groups. Esters of low- 
molecular weight acids and alcohols are 
volatile fragrant compounds. Esters of 
some long-chain carboxylic acids occur 
naturally in fats and oils. 
TEsters can be prepared by direct 
reaction of acids and alcohols, with a 
dehydrating agent to take out the water 
and displace the equilibrium. Reaction 
of alcohols with acyl halides also gives 
esters. See also carboxylic acid, saponi- 
fication, glyceride. 


esterification +The reaction of an acid 
with an alcohol to form an ester and 
water. The reaction is an equilibrium of 
the form: 
CH;COOH + C)H;OH = CH,COO- 
CH: + H;O 
In the preparation of esters the ester is 
distilled off or the water is removed to 


increase the yield.. The reverse reaction 
is hydrolysis. 
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ethanal (acetaldehyde, CHICHO) A 
water-soluble liquid aldehyde used as a 
starting material in the manufacture of 
several other compounds. Ethanal can 
be prepared by the oxidation of ethanol. 
*It is manufactured by the catalytic 
Oxidation of ethyne with oxygen using 
copper(II) chloride and palladium(1I) 
Chloride as catalysts. The mixture of 
Bases is bubbled through an aqueous 
Solution of the catalysts; the reaction 
involves formation of an intermediate 
Organometallic complex with Pd?* ions. 
With dilute acids ethanal polymerizes to 
ethanal trimer (COH CH»)s. formerly 
called paraldehyde), which is a sleep- 
inducing drug. Below 0"C ethanal 
tetramer is formed (C:OsHs(CH3)« 
formerly called metaldehyde), which is 
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used as a slug poison and a fuel in small 
portable stoves. 


ethane (C:H.) A gaseous alkane obtained 
either from the gaseous fraction of crude 
oil or by the ‘cracking’ of heavier 
fractions. Ethane is the second member 
of the homologous series of alkanes. 


ethane-1,2-diol (ethylene glycol, glycol, 
CHXOH)CH;(OH)) A syrupy organic 
liquid commonly used as antifreeze and 
as a starting material in the manufacture 
of Terylene. {The compound is manu- 
factured from ethene by oxidation over 
suitable catalysts to form epoxyethane, 
with subsequent hydrolysis to the diol. 


ethanol (ethyl alcohol. alcohol, C3H;OH ) 


ethanoyl chloride 


À colourless volatile liquid alcohol. 
Ethanol occurs in intoxicating drinks, in 
which it is produced by fermentation of 
a sugar: 

CsHi20¢ > 2C? HSOH + 2CO, 
Yeast is used to cause the reaction. At 
about 15% alcohol concentration (by 
volume) the reaction stops because the 
yeast is killed. Higher concentrations of 
alcohol are produced by distillation. 
Apart from its use in drinks, alcohol is 
used as a solvent. Formerly, the main 
source was by fermentation of molasses, 
but now catalytic hydration of ethene is 
used to manufacture industrial ethanol. 
See also methylated spirits 


ethanoyl chloride (acetyl chloride, 
CH;COCI) A liquid acyl chloride used 
as an acetylating agent. 


ethanoyl group (acetyl group) The 
group RCO-. 


ethene (ethylene, C:Hs) A gaseous 
glkene. Ethene is not normally present 
in the gaseous fraction of crude oil but 
can be obtained from heavier fractions 
by catalytic cracking. This is the prin- 
cipal industrial source. The compound 
is important as a starting material in the 
organic-chemicals industry (e.g. in the 
manufacture of ethanol) and as the 
starting material for the production of 
polythene. Ethene is the first member of 
the homologous series of alkenes, 


Ether 


ether A type of organic compound 
containing the group -O-. Simple ethers 
have the formula R-O-R', where R and 
R' are alkyl or aryl groups, which may 
or may not be the same. They are either 
Bases or very volatile liquids and are 
very flammable. The commonest exam- 
ple is ethoxyethane (diethylether, 
CH;OC;H;) used formerly as an 


anaesthetic. Ethers now find a, plication 
as solvents. 

Ethers are prepareu the laboratory 
by the dehydration of «alcohols with 
concentrated sulphuric cid. An excess 
of alcohol is used to ensur:. th.t only 
one molecute of *v-'«r is removed rrom 
each pair of alcohol molecules. They are 
generally unreactive, but the C-O bud 
can be cleaved by reaction with HI or 
PCI. 


ethoxyethane (ether, diethylether, 
C,HsOC2Hs) A colourless volatile 
liquid. Ether is well known for its 
characteristic smell and anaesthetic 
properties, also for its extreme flam- 
mability. It still finds some application 
as an anaesthetic when more modern 
materials are unsuitable; it is also an 
excellent solvent. tIts manufacture is an 
extension of the laboratory synthesis: 
ethanol vapour is passed into a mixture 
of excess ethanol and concentrated 
sulphuric acid at 140°C, 

C;H;OH + H:S0; > 
CHs.0.S0;.0H + H;O 
C;H;0.SO;.0H + C,H;OH > 
C;H;OC;H; + H;SO, 


ethyl acetate See ethyl ethanoate. 

ethyl alcohol See ethanol. 

ethylamine (aminoethane, C;H:NH;) tA 
colourless liquid amine.- It can be 
prepared from chloroethane heated with 
concentrated aqueous ammonia: 
C;H;Cl + NH; > C;H;NH; + HCl 
It is used in manufacturing certain dyes. 

ethyl bromide See bromoethane. 

ethyl chloride See chloroethane. 


ethylene See ethene, 


ethylenediaminetetracetic acid tSee 
edta. 


ethylene oxide +See epoxyethane. 


ethyl ethanoate (ethyl acetate, C,H.O- 
OCCH;) An ester formed from ethanol 
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and ethanoic acid. It is a fragrant liquid 
used as a solvent for plastics and in 
flavouring and perfumery. 


ethyl iodide See iodoethane. 


ethyne (acetylene, C;H;) A gaseous 
alkyne. Traditionally ethyne has found 
use in oxy-acetylene welding torches, 
Since its combustion with oxygen 
produces a flame of very high tempera- 
ture. It is also important in the organic 
chemicals industry for the production of 
chloroethene (vinyl chloride), which is 
the starting material for the production 
of polyvinyl chloride (PVC), and for the 
production of other vinyl compounds. 
TUntil recently, ethyne was manufac- 
tured by the synthesis and subsequent 
hydrolysis of calcium dicarbide, a very 
expensive procedure. Modern methods 
increasingly employ the cracking of 
alkanes. : 


eudiometer An apparatus for the 
volumetric analysis of gases. 
europium A silvery element of the 


lanthanoid series of metals. It occurs in 
association with other lanthanoids. Its 
main use is in a mixture of europium 
and yttrium oxides widely employed as 
the red phosphor in television screens. 
Symbol: Eu; m.p. 822°C; b.p- 1597°C; 
r.d. 5.24; p.n. 63; r.a.m. 151.96. 


eutectic A mixture of two substances in 
Such proportions that no other mixture 
of the same substances has a lower 
freezing point. 
If a solution containing the propor- 
tions of the eutectic is cooled no solid is 
deposited until the freezing point of the 
eutectic is reached, when two solid 
Phases are simultaneously deposited in 
the same proportions as the mixture; 
these two solid phases form the eutectic. 
If one of the substances is water the 
eutectic can also be referred to as à 


cryohydrate. 
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exothermic 


evaporation 1. A change of state from 
liquid to gas (or vapour). Evaporation 
can take place at any temperature, the 
rate increasing with temperature. Some 
molecules in the liquid have enough 
energy to escape into the gas phase (if 
they are near the surface and moving in 
the right direction). Because these are 
the molecules with higher kinetic ener- 
gies, evaporation results in a cooling of 
the liquid. 
2. A change from solid to vapour, 
especially one occurring at high 
temperatures close to the melting point 
of the solid. Thin films of metal can be 
evaporated onto a surface in this way. 


exa- Symbol: E A prefix denoting 10!8. 


excitation The process of producing an 
excited state of an atom, molecule, etc. 


excitation energy +The energy required 
to change an atom, molecule, etc. from 
one quantum slate to a state with a 
higher energy. The excitation energy 
(sometimes called excitation potential) 
is the difference between two energy 
levels of the system. 


excited state TA state of an atom 
molecule, or other system, with an 
energy greater than that of the ground 
state. Compare ground state. 


exclusion principle +The principle, 
enunciated by Pauli in 1925, that no two 
electrons in an atom could have an 
identical set of quantum numbers. 


exothermic Denoting a chemical reac- 
tion in which heat is evolved (i.e. heat 
flows from the system or the temperature 
rises). Combustion is an example of an 
exothermic process. Compare endother- 
mic. 


face-centred cubic crystal 


F 


Yace-centred cubic crystal (f.c.c.) A 
crystal structure in which the unit cell 
has atoms, ions, or molecules at each 
corner and each face centre of a cube 
(also called cubic close-packed). It has a 
coordination number of 12. The struc- 
ture is close-packed and made up of 
layers of atoms in which each atom is 
surrounded by six others arranged 
hexagonally. Copper and aluminium 
have face-centred cubic structures. 
+The layers are packed one on top of 
the other, with the second layer fitting 
into the holes of the first layer. The 
third layer is in a different set of holes 
formed by the second layer. If the layers 
are designated A, B, C, the packing is 
ABCABC in contrast to hexagonal close 


packing, in which the layers are arranged 
ABABAB. 


Fahrenheit scale A temperature scale in 
which the ice temperature is taken as 
32° and the steam temperature is taken 
as 212° (both at standard pressure). The 
scale is not used for scientific purposes. 
To convert between degrees Fahrenheit 
(F) and degrees Celsius (C) the formula 

C/5 = (F- 32)/9 
is used. See also temperature scale. 


Fajan's rules tRules that deal with 
variations in the degree of covalent 
character in ionic compounds in terms 
of polarization effects. Decrease in size 
and increase in charge for cations is 
regarded as making them more polar- 
izing and for anions an increase in both 
charge and size makes them more 
polarizable. Thus covalent character is 
said to increase with increasing polar- 
izing power of the cation and/or 
increasing polarizability of the anion 
(originally rules 1 and 2). Fajan's third 
rule states that covalent character is 
greater for cations with a non-inert gas 
configuration than for those with a 
complete octet, charge and size being 


approximately equal. For example, Cu * 
is more polarizing than Na* (approxi- 
mately the same size) because the d- 
electrons around Cu* do not shield the 
nucleus as effectively as the complete 
octet in Na+. 


farad Symbol: F The SI unit of 
capacitance. When the plates of a 
capacitor are charged by one coulomb 
and there is a potential difference of one 
volt between them, then the capacitor 
has a capacitance of one farad. 1 F = 1 
CV-'. 1 farad 1 coulomb volt:' 
(CV-!), 


faraday Symbol: F +A unit of electric 
charge equal to the charge required to 
discharge one mole of a singly charged 
ion. One faraday is 9.648670 x 10* 
coulombs. See Faraday's laws. 


Faraday constant +See Faraday's laws. 


- Faraday's laws (of electrolysis) Two 
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laws resulting from the work of Michael 
Faraday on electrolysis: 
(1) The amount of chemical change 
produced is proportional to the electric 
charge passed. 
(2) The ameunt of chemical change 
produced by a given charge depends on 
the ion concerned. tMore strictly it is 
proportional to the relative ionic mass 
of the ion, and the charge on it. Thus 
the charge Q needed to deposit m grams 
of an ion of relative ionic mass, M, 
carrying a charge Z is given by: 

Q = FnZ/M 
F, the Faraday constant, has a value of 


one faraday, ie. 9.648670 x 104 
coulombs. 


fatty acid See carboxylic acid. 
f.c.c. See face-centred cubic crystal. 


Fehling’s solution +A solution used to 
test for the aldehyde group (-CHO). It 
is a freshly made mixture of copper(II) 
sulphate solution with alkaline potas- 
sium sodium 2,3-dihydroxybutanedioate 
(tartrate). The aldehyde, when heated 
with the mixture, is oxidized to 2 


firedamp 


carboxylic acid, and a red precipitate of  ferrous oxide See iron(II) oxide. 
copper(I) oxide and copper metal is 

produced. The tartrate is present to ferrous sulphate See iron(II) sulphate. 
complex with the original copper(II) 

ions to prevent precipitation of cop- filler A solid material used to modify the 


per(II) hydroxide. physical properties or reduce the cost of 
fi i synthetic compounds, such as rubbers, 
emto- Symbol: f A prefix denoting 10° 5 plastics, paints, and resins. Slate powder, 
For example, 1 femtometre (fm) = glass fibre, mica, and cotton wool are all 
1075 metre (m). used as fillers. 


fermentation +A chemical reaction filter pump A type of vacuum pump in 
produced by microorganisms (moulds, which a jet of water forced through a 
bacteria, or yeasts). A common example nozzle carries air molecules out of the 
is the formation of ethanol from sugars: system. Filter pumps cannot produce 


CH 120, > 2C;HSOH + 2CO; pressures below the vapour pressure of 
water. They are used in the laboratory 


for vacuum filtration, distillation, and 
similar techniques requiring a low-grade 
vacuum. 


fermi +A unit of length equal to 1071 
Metre. It was formerly used in atomic 
and nuclear physics. 


filtration The process of removing 


element of the actinoid series, not found suspended particles from a fluid by 
Naturally on Earth. Several short-lived passing or forcing the fluid through a 
Isotopes have been synthesized. porous material (the filter). In labora- 
Symbol: Fm; p.n. 100; stablest isotope tory filtration, filter paper or sintered 
"Em (half-life 80 days). glass is commonly used. 


fermium A radioactive transuranic 


fine organic chemicals Carbon com- 
pounds, such as pesticides, dyes, and 
ferric oxide See iron( III) oxide- drugs, produced only in small quan- 
^ tities. Their main requirement is that 
they must have a high degree of purity, 
often as high as 95%. They are manufac- 
ferrocene (Fe(CsHs)2) yAn orange tured for special purposes, e.g. for use in 
Crystalline solid. It is an example of a spectroscopy, pharmacology, and elec- 
sandwich compound, in which an tronics. 
Iron i i inated to two 
et me ee bonding fine structure +Closely spaced lines seen 
involves overlap of d orbitals on the at high resolution in a spectral line or 
band. Fine structure may be caused by 


ferric chloride See iron(III) chloride. 


ferric sulphate See iron(II) sulphate. 


iron with the pi electrons in the cyclo- Y 

Pentadienyl rin “The compound melts vibration of the molecules or by electron 

at 173°C, is soluble in organic solvents spin" Hypesine sus E CNRC 
$ reactions high resolution, is caused by the atomic 


and cai itution z A 
on a ag op oxidized to the nucleus affecting the possible energy 
lue cation (C«H«);Fe^- The systematic levels of the atom. 
name is di-z-cy i iron(II). T er] 
me is di-n-cyclopentadieny! Í r firedamp Methane occurring in coal 
ferr E i mines. Explosions can occur if quan- 
omagnetism +See magnetism. tities of methane accumulate. The air 
left after an explosion is called black- 
damp. Afterdamp is the poisonous 
carbon monoxide formed. 


ferrosoferric oxide See triiron tetroxide. 


ferrous chloride See iron(II) chloride. 
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first-order reaction 


first-order reaction A reaction in which 
the rate of reaction is proportional to 
the concentration of one of the reacting 
substances. The concentration of the 
reacting substance is raised to the power 
one; i.e. rate = k[A]. For example, the 
decomposition of hydrogen peroxide is 
à first-order reaction, 
rate = k(H;O;] 
Similarly the rate of decay of radioactive 
material is a first-order reaction, 
rate — k [radioactive material] 
For a first-order reaction, the time for 
a definite fraction of the reactant to be 
consumed is independent of the original 
concentration. The units of k, the rate 
` constant, are s*!, 


Fischer-Tropsch process +The cataly- 
tic hydrogenation of carbon monoxide 
in the ratio of 2:1 hydrogen to carbon 
monoxide at 200°C to produce hydro- 
carbons, especially motor fuel. The 
carbon monoxide is derived from water 
gas, which uses coal or natural gas as a 
source of carbon, and the catalyst is 
finely divided nickel. The process was 
extensively used in Germany during 
World War II and is still used in coun- 
tries in which crude oil is not an easily 
available source of motor fuel. 


Fittig reaction +See Wurtz reaction. 


fixation See nitrogen fixation. 


Flame test colours 


Element Flame colour 
barium green 
calcium brick red 
lithium crimson 
potassium pale lilac 
sodium yellow 
strontium red 


flame test A preliminary test in qualita- 
tive analysis in which a small sample of 
a chemical is introduced into a non- 
luminous bunsen flame on a clean 
platinum wire. The flame vaporizes part 
of the sample and excites some of the 
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atoms, which emit light at wavelengths 
characteristic of the metallic elements in 
the sample. Thus the observation of 
certain colours in the flame indicates the 
presence of these elements. The same 
principles are applied in the modern 
instrumental method of spectrographic 
analysis. 


flare stack A chimney at the top of 
which unwanted gases are burnt. 


flash photolysis +A technique for 
investigating free radicals in gases. The 
gas is held at low pressure in a long 
glass or quartz tube, and an absorption 
spectrum taken using a beam of light 
passing down the tube. The gas can be 
subjected to a very brief intense flash of 
light from a lamp outside the tube, 
producing free radicals, which are iden- 
tified by their spectra. Measurements of 
the intensity of spectral lines can be 
made with time using an oscilloscope, 
and the kinetics of very fast reactions 
can thus be investigated. 


flash point The lowest temperature at 
which sufficient vapour is given off by 4 
flammable liquid to ignite in the 
presence of a spark. 


fluorescein +A fluorescent dye used 35 
an absorption indicator. 


fluorescence The absorption of energy 
by atoms, molecules, etc., followed bY 
immediate emission of electromagnetic 
radiation as the particles make traf 
sitions to lower energy states. 


fluoridation The introduction of small 
quantities of fluoride compounds into 
the water supply as a public-health 
measure to reduce the incidence of too 
decay in children. 6 


fluoride See halide. 
fluorination See halogenation. 

n " ighlY 
fluorine A slightly greenish-yellow high? 


reactive gaseous element belongin£ i; 
the halogens (group VII of the peri 


table). It occurs notably as fluorspar 
(CaF;) and cryolite (Na;AIF:) but traces 
are also widely distributed with other 
minerals. It is slightly more abundant 
than chlorine, accounting for about 
0.065% of the Earth's crust. The high 
reactivity of the element delayed its 
isolation. Fluorine is now prepared by 
electrolysis of molten KF/HF electroly- 
tes, using copper or steel apparatus. Its 
preparation by chemical methods is 
impossible. 

Fluorine compounds are used in the 
steel industry, glass and enamels, uran- 
ium processing, aluminium production, 
and in a range of fine organic chemicals. 
Fluorine is the most reactive and most 
electronegative element known; in fact 
it reacts directly with almost all the 
elements, including the noble gas xenon. 
As the most powerful oxidizing agent 
known, it has the pronounced character- 
istic of bringing out the higher oxidation 
states when combined with other 
elements, Tonic fluorides contain the 
small F- ion, which is very similar to 
the O? ion. With the more elec- 
tronegative elements, fluorine forms an 
extensive range of compounds, e.g. SFs, 
NF,, and PFs, in which the bonding is 
essentially covalent. A vast number of 
organic compounds are known in which 
hydrogen may be replaced by fluorine 
and in which the C-F bond is character- 
istically very stable, €-8- CF;-CF. 
C.H;F;, and CFCOOH: the bonding is 
again essentially covalent. 
Fluorine reacts explosively with hydro- 
gen, even in the dark, to form hydrogen 
fluoride, HF, which polymerizes as a 
result of hydrogen bonding and has a 
boiling point very much higher than 
that of HCI (HF b.p. 19°C; HCl. b.p. 
-85°C. 

Unlike the other halogens, fluorine Roc 
not form higher oxides OF oxyacids; 
oxygen difluoride in fact reacts with 
water to give hydrogen fluoride. , 
fFluorine is strongly electronegative 
and exhibits a strong electron with- 
drawing effect on adjacent bonds, thus 
CF,COOH is a strong acid (whereas 
CH,COOH is not). Although the coor- 
dination number seldom exceeds One 
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fluxional molecuie 


there are cases in which fluorine bridging 
occurs, e.g. (SbFs),. The element is 
sufficiently reactive to combine directly 
with the noble gas xenon at 400°C to 
form XeF; and XeF,. At 600°C and high 
pressure it will even form XeFe. 
Fluorine and hydrogen fluoride are 
extremely dangerous and should only be 
used in purpose-built apparatus; gloves 
and face shields should be used when 
working with hydrofluoric acid and 
accidental exposure should be treated as 
a hospital emergency. 

Symbol: F; b.p. 118°C; m.p. -223°C; d. 
1.696 kg m^; p.n. 9; r.a.m. 18.99840. 


fluorite structure +See calcium-fluoride 
structure. 


fluorocarbon A compound derived from 
a hydrocarbon by replacing hydrogen 
atoms .with fluorine atoms. Fluorocar- 
bons are unreactive and most are stable 
up to high temperatures. They have a 
variety of uses — in aerosol propellants, 
oils and greases, and synthetic polymers 
such as PTFE. 


fluorspar A naturally occurring form of 
calcium fluoride, CaF». 


A substance used to keep metal 
in soldering. See 


flux 1. 
surfaces free of oxide 
solder. 

2. A substance used in smelting metals 
to react with silicates and other impuri- 
ties and form a low-melting slag. 


flux See solder. 


fluxional molecule +A molecule in 
which the constituent atoms change 
their relative positions so quickly at 
room temperature that the normal 
concept of structure is inadequate; i.e. 
no specific structure exists for longer 
than about 107? second and the relative 
positions become indistinguishable. For 
example CIF; at -60°C has a distinct "T" 
shape but at room temperature the 
fluorine atoms are visualized as moving 
rapidly over the surface of the chlorine 
atom in a state of exchange and are 
effectively identical. 


formaldehyde 

formaldehyde See methanal. 
formalin See methanal. 
formate See methanoate. 
formic acid See methanoic acid. 


formula A representation of a chemical 
compound using symbols for the atoms 
and subscrip numbers to show the 
numbers of atoms present. See empirical 
formula, molecular formula, structural 
formula. 


formyl group The group HCO-. 


fraction A mixture of liquids with similar 


boiling points collected by fractional 
distillation. 


fractional crystallization Crystalliza- 
tion of one component from a mixture 
in solution. When two or more substan- 
ces are present in a liquid (or in 
solution), on cooling to a lower tempera- 
ture one substance will preferentially 
form crystals, leaving the other sub- 
stance in the liquid (or dissolved) state. 
Fractional crystallization can thus be 
used to purify or separate substances if 
the correct conditions are known. 


fractional distillation (fractionation) A 

distillation carried out with partial 
reflux, using a long vertical column 
(fractionating column). It utilizes the 
fact that the vapour phase above a 
liquid mixture is generally richer in the 
more volatile component. If the region 
in which refluxing occurs is sufficiently 
long, fractionation permits the complete 
separation of two or more volatile 
liquids. Fractionation is the fundamen- 
tal process for producing petroleum 
from crude oil. 
TUnlike normal reflux, the fractionating 
column may be insulated to reduce heat 
loss, and special designs are used to 
maximize the liquid-vapour interface. 


francium A radioactive element of the 
alkali-metal group. It is found on Earth 
only as a short-lived product of radioac- 
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tive decay, occurring in uranium ores in 
minute quantites. 16 radioisotopes of 
francium are known. 

Symbol: Fr; m.p. 27°C; b.p. 677°C; p.n. 
87; stablest isotope ???Fr. 


free energy +A measure of the ability of 
a system to do useful work. See Gibbs 
function, Helmholtz function. 


free radical An atom or group of atoms 
with a single unpaired electron. Free 
radicals are produced by breaking à 
covalent bond; for example: 

CH;Cl > CH; + Cl- 

They are often formed in light-induced 
reactions. Free radicals are extremely 
reactive and can only be stabilized and 
isolated under special conditions. 


freezing The process by which a liquid is 
converted into a solid by cooling; the 
reverse of melting. 


freezing mixtures Two or more substan- 
ces mixed together to prduce a low 
temperature. A mixture of sodium 
chloride and ice in water (-20°C) is a 
common example. 


freezing point The temperature at which 
a liquid is in equilibrium with its solid 
phase at standard pressure and below 
which the liquid freezes or solidifies- 
This temperature is always the same for 
a particular liquid and is numerically 
equal to the melting point of the solid. 


Friedel-Crafts reaction +A method for 
the substitution of an alkyl or acyl 
group onto a benzene ring. The aromatic 
hydrocarbon (e.g. benzene) is refluxed 
with a haloalkane or acyl halide using 
aluminium chloride catalyst. The pro^ 
duct is an alkylarene, e.g.: 

CH, + CHI C,H.CH; + Hi 
or a ketone, for example: 
CH, + CH,COCI > CsHsCOCH; + 
HCl 


The aluminium chloride accepts a lont 
Pair of electrons on the chlorine: 
polarizing the chloroalkane to produce 
positive charge on the carbon. Electro” 
philic substitution then Occurs. 


froth flotation An industrial technique 
for separating the required parts of ores 
from unwanted gangue. The mineral is 
pulverized and mixed with water, to 
which a frothing agent is added. The 
mixture is aerated and particles of one 
constituent are carried to the surface by 
bubbles of air, which adhere preferen- 
tially to one of the constituents. Various 
additives are also used to modify the 
surface properties of the particles (e.g. 
to increase the adherence of air bubbles). 


fructose (C,Hi20s) A sugar found in 

_ fruit juices, honey, and cane sugar. Tt is 
a ketohexose, existing in a pyranose 
form when free. In combination (e.g. in 
sucrose) it exists in the furanose form. 


fuel cell A type of cell in which fuel is 
converted directly into electricity. tIn 
one form, hydrogen gas and oxygen gas 
are fed to the surfaces of two porous 
nickel electrodes immersed in potassium 
hydroxide solution. The oxygen reacts 
to form hydroxyl (OH-) ions, which it 
releases into the solution, leaving à 
Positive charge on the electrode. The 
hydrogen reacts with the OH" ions in 
the solution to form water, giving up 
electrons to leave a negative charge on 
the other electrode. Large fuel cells can 
generate tens of amperes. Usually the 
e.m.f. is about 0.9 volt and the efficiency 
around 60%. 

fuller’s earth A natural clay used as an 

absorbent and industrial catalyst. 


fumaric acid +See butenedioic acid. 
functional group A group of atoms ina 
compound that is responsible for jhe 
characteristic reactions of the type o! 
compound. Examples are: 
alcohol -OH 
aldehyde -CHO 
amine -NH; 
ketone .CO. 
carboxylic acid -CO.OH 
acyl halide -CO.X = 
nitro compound -NO: 
sulphonic acid -SO; OH 
nitrile -CN 


halogen) 
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gallium 


diazonium salt -N2* 
diazo compound -N =N- 


fundamental units The units of length, 
mass, and time that form the basis of 
most systems of units. In SI, the 
fundamental units are the metre, the 
kilogram, and the second. See also base 
unit. 


furanose tA sugar that has a five- 
membered ring (four carbon atoms and 
one oxygen atom). See also sugar. 


fused Describing a solid that has been 
melted and solidified into a single mass. 
Fused silica, for example, is produced 
by melting sand. 


fused ring 7See ring. 


fusion Melting. 


gadolinium A ductile malleable silvery 
element of the lanthanoid series of 
metals. It occurs in association with 
other lanthanoids. Gadolinium is used 
in alloys, magnets, and in the electronics 
industry. 
Symbol: Gd; m.p. 1313°C; b.p. 3266°C; 
r.d. 7.9; p.n. 64; r.a.m. 157.25. 


galactose (CoHi20.) A sugar found in 
lactose and many polysaccharides. fIt is 
an aldohexose, isomeric with glucose. 


See also sugar. 


alena (lead glance) A mineral form of 
lead(II) sulphide. It is the principal ore 
of lead. 


allium A soft silvery low-melting metal- 
lic element belonging to group III of the 
periodic table. It is found in minute 
quantities in several ores, including zinc 
blende (ZnS) and bauxite (AlO;.H20). 


galvanic cell 


Gallium is used in low-melting alloys, 
high-temperature thermometers, and as 
a doping impurity in semiconductors. 
Gallium arsenide is à semiconductor 
finding increasing use in electronics. 
Symbol: Ga; m.p. 29.78°C; b.p. 2403°C; 
r.d. 5.90 (solid), 6.09 (liquid); p.n. 31; 
r.a.m. 69.72. 


galvanic cell See cell. 


galvanizing A process for coating steel 
with zinc by dipping in a bath of molten 
zinc, or by electrodeposition. The zinc 
protects the steel from corrosion. 


gamma radiation A form of electromag- 
netic radiation emitted by changes in 
the nuclei of atoms. Gamma waves have 
very high frequency (short wavelength). 
Gamma radiation shows particle proper- 
ties much more often than wave proper- 
ties. The energy of a gamma photon, 
given by 

W= hy 

(where h is the Planck constant) can be 
very high. A gamma photon of 1074 Hz 
has an energy of 6.6 x 10°'° J. See also 
electromagnetic radiation. 


gamma rays Streams of gamma radia- 
tion. 


gangue The rock or other undesirable 
material occurring in an ore. 


gas The state of matter in which forces of 
attraction between the particles of a 
substance are small. The particles have 
freedom of movement and gases, there- 
fore, have no fixed shape or volume. 
+The atoms and molecules of a gas are 
in a continual state of motion and are 
continually colliding with each other 
and with the walls of the containing 
vessel. These collisions with the walls 
create the pressure of a gas. 


gas chromatography A technique 
widely used for the separation and 
analysis of mixtures. Gas chromato- 
graphy employs a column packed with 
either a solid stationary phase (gas-solid 
chiomatography or GSC) or a solid 


coated with a non-volatile liquid (gas- 
liquid chromatography or GLC). The 
whole column is placed in a ther- 
mostatically controlled heating jacket. A 
volatile sample is introduced into the 
column using a syringe, and an unreac- 
tive carrier gas, such as nitrogen, passed 
through it. The components of the 
sample will be carried along in this 
mobile phase. However, some of the 
components will cling more readily to 
the stationary phase than others, either 
because they become attached to the 
solid surface or because they dissolve in 
the liquid. The time taken for different 
components to pass through the column 
is characteristic and can be used to 
identify them. The emergent sample is 
passed through a detector, which 
registers the presence of the different 
components in the carrier gas. 

Two types of detector are in common 
use: the katharometer, which measures 
changes in thermal conductivity, and the 
flame-ionization detector, which turns 
the volatile components into ions and 
registers the change in electrical conduc- 
tivity. 


gas constant (universal gas constant) 

Symbol: R The universal constant 
8.31434 Jmol- K^! appearing in the 
equation of state for an ideal gas. 


gaseous diffusion separation A techni- 
que for the separation of gases that 
relies on their slightly different atomic 
masses. For example, the isotopes 9 
uranium (SU and PU) can. 
separated by first preparing uranium 
hexafluoride from uranium ore. If this ® 
then made to pass through a series b 
fine pores, the molecules containing 4 
lighter isotope of uranium will.285 
through more slowly. As the gases pass 
through successive ‘diaphragms’ th 
proportion of lighter molecules incre256* 
and a separation of over 99% is atai" 
able. This method has also been appli? 


to the separation of the isotopes 
hydrogen. 


gas laws Laws relating the temperatus 
pressure, and volume of a fixed mas° 
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gas. The main gas laws are Boyle's law 
and Charles’ law. The laws are not 
Obeyed exactly by any real gas, but 
many common gases obey them under 
certain conditions, particularly at high 
temperatures and low pressures. A gas 
that would obey the laws over all 
pressures and temperatures is a perfect 
or ideal gas. 

*Boyle's and Charles laws can be 
Combined into an equation of state for 
ideal gases: 

PVm = RT 
where V,, is the molar volume and R 
the molar gas constant. For n moles of 
Bas 
pV =nRT 
All real gases deviate to some extent 
from the gas laws, which are applica! Je 
Only to idealized systems of particles of 
Negligible volume with no intermole- 
cular forces. There are several modified 
Equations of state that give a better 
description of the behaviour of real 
Bases, the best known being the van der 
‘aals equation. 


gas-liquid chromatography See gas 
chromatography. 


8asoline See petroleum. 


88s-solid chromatography See gas 
chromatography. 


Sauche conformation +See confor- 
Mation, 


Bauss Symbol: G +The unit of magnetic 
Ux density in the c.g. system. It is 
equal to 10°4 tesla. 


Gay-Lussac's law 1. Gases react in 
Volumes that are in simple ratios to each 
Other and to the products if they are 
n. (all volumes measured at the same 

"perature and pressure). 
* See Charles’ law. 


" 
Bel A Iyophilic colloid that is normally 
Stable but may be induced to coagulate 
Partially under certain conditions (€ 
Owering the temperature). This pro- 
ees a pseudo-solid or easily defor 
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giga- 


mable jelly-like mass, called a gel, in 
which intertwining particles enclose the 
whole dispersing medium. Gels may be 
further subdivided into elastic gels (e.g. 
gelatin) and rigid gels (e.g. silica gel). 


gel filtration +See molecular sieve. 


gem positions tPositions in a molecule 
on the same atom. For example, 
1,1-dichloroethane (CH;CHCl) is a 
gem dihalide. 


geometrical isomerism See isomerism. 


germanium A hard brittle grey metalloid 
elemen; belonging to group IV of the 
periodic table. It is found in sulphide 
ores such as argyrodite (4Ag;S.GeS;) 
and in zinc ores and coal. Germanium 
was extensively used in early semicon- 
ductor devices but has now been largely 
superseded by silicon. It is used as an 
alloying agent, catalyst, phosphor, and 
in infrared equipment. 
Symbol: Ge; m.p. 937.4°C; b.p. 2830°C; 
r.d. 5.32; p.n. 32; r.a.m. 72.59. 


germanium(IV) oxide (GeO; A 
compound made by strongly heating 
germanium in air or by hydrolysing 
germanium(IV ) chloride. It occurs in 
two forms. One is slightly soluble in 
water forming an acidic solution; the 
other is insoluble in water. Germanium 
oxide dissolves in alkalis to form the 
anion GeO;?~. 


German silver See nickel-silver. 


Gibbs function (Gibbs free energy) 
Symbol: G tA thermodynamic function 
defined by 

G=H-TS 

where H is the enthalpy, T the ther- 
modynamic temperature, and S the 
entropy. Ii is useful for specifying the 
conditions of chemical equilibrium for 
reactions for constant temperature an! 
pressure ( G is a minimum). See als 
free energy. 


giga- Symbol: G A prefix denoting 10°. 


glacial ethanoic 


For example, 1 gigahertz (GHz) — 10? 
hertz (Hz). 


glacial ethanoic (acetic) acid Pure 
water-free ethanoic acid. 


glass A hard transparent material made 
by heating calcium oxide (lime), sodium 
carbonate, and sand (silicon(IV ) oxide). 
This produces a calcium silicate — the 
normal type of glass, called soda glass. 
Special types of glass can be obtained by 
incorporating boron oxide in the glass 
(borosilicate glass, used for laboratory 
apparatus) or by including metals other 
than calcium, e.g. lead or barium. 
fGlass is an amorphous substance, in 
the sense that there is no long-range 
ordering of the atoms on a lattice. It can 
be regarded as a supercooled liquid, 
which has not crystallized. Solids with 
similar non-crystalline structures are 
also called glasses. 

n 


Glauber's salt See sodium sulphate. 


GLC Gas-liquid chromatography. See 
gas chromatography. 


glucose (dextrose, grape sugar, CeHi;0,) 
A monosaccharide occurring widely in 
nature as D-glucose. It occurs as glucose 
units in sucrose, starch, and cellulose. It 
is important to metabolism as it parti- 
cipates in energy-storage and energy- 
release systems. See also sugar. 


glutamic acid tSee amino acids. 
glutamine +See amino acids. 


glyceride tAn ester formed between 
glycerol (propane-1,2,3-triol) and one or 
more carboxylic acids. Glycerol has 
three alcohol groups, and if all three 
groups have formed esters, the com- 
pound is a triglyceride. Naturally 
occurring fats and oils are triglycerides 
of long-chain carboxylic acids (hence 
the name ‘fatty acid’). The main 
carboxylic acids occurring in fats and 
oils are: 
octadecanoic acid (stearic acid), 
saturated acid CH:(CH;)..COOH. 


a 


92 


hexadecanoic acid (palmitic acid), a 
saturated acid CHs(CH;),,COOH. 
cis-9-octadecenoic acid (oleic acid), an 
unsaturated acid 
CH;(CH2);CH:CH(CH2);COOH 


glycerine (glycerin) See propane-1,2,3- 
triol. 


glycerol See propane-1,2,3-triol. 
glycine tSee amino acids. 


glycogen (animal starch) tA polysac- 
charide that is the main carbohydrate 
store of animals. It is composed of many 
glucose units linked in a similar way to 
starch. Glycogen is readily hydrolysed 
in a stepwise manner to glucose itself. It 
is stored largely in the liver and in 
muscle but is found widely distributed. 


glycol +See diol. 


gold A transition metal that occurs native. 
It is unreactive and is very ductile and 
malleable. Gold is used in jewellery, 
often alloyed with copper. Pure gold is 
24 carat; 9 carat indicates that 9 parts In 
24 consist of gold. 
Symbol: Au; m.p. 1063°C; b.p. 2710°C; 
r.d. 19.3; p.n. 79; r.a.m. 196.97. 


gold(III) chloride (goid trichloride, 
auric chloride, AuCh) A compound 
prepared by dissolving gold in aqua 
regia. The bright yellow crystals 
(chloroauric acid) produced on evapora- 
tion are heated to form dark red crystals 
of gold(III) chloride. The chloride 
decomposes easily (at 175°C) to giV€ 
gold(1) chloride and chlorine; at hight! 
temperatures it decomposes to give gold 
and chlorine. Gold(III) chloride is us® 
in photography. tlt exists as a dime" 
Au;Cl,. 


Goldschmidt process tA process fon 
extracting certain metals from the! 
oxides by reduction with aluminium. 


Graham’s law (of diffusion) The P 
ciple that gases diffuse at a rate that " 
inversely proportional to the sq"? 


root of their density. Light molecules 
diffuse faster than heavy molecules. The 
principle is used in the separation of 
isotopes. 


grain A crystal in a metal that has been 
prevented from attaining its regular 
geometrical form. 


gram Symbol: g A unit of mass defined 
as 107? kilogram. 


gram-atom See mole. 


gram-equivalent The equivalent weight 
of a substance in grams. 


gram-molecule See mole. 


granulation A process for enlarging 
particles to improve the flow properties 
of solid reactants and products in 
chemical processes. The larger a parti- 
cle, and the freer from fine materials in 
a solid, the more easily will it flow. Dry 
granulation produces pellets from dry 
materials, which are crushed into the 
desired size, Wet granulation involves 
the addition of a liquid to the material, 
and the resulting paste is extruded and 
dried before cutting into the required 
size, 


grape sugar See dextrose. 


graphite An allotrope of carbon. 
Graphite is a good conductor of heat 
and electricity. The atoms are arranged 
in layers. Graphite is used as a solid 
lubricant. See also carbon. 


s A method of 


gravimetric analvsi l; 
etric in which the final 


quantitative analysis 
analytical reas is made by 
weighing. There are many variations x 
the method but in essence they all consis 
of: 

(1) taking an accurately weighed sam] 
into solution, 

(2) precipitation as à 
by a quantitative reaction, 


ple 


known compound 
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group 


(3) digestion and coagulation" pro- 
cedures, 

(4) filtration and washing, 

(5) drying and weighing as a pure 
compound. 

Filtration is a key element in the method 
and a variety of special filter papers and 
sinter-glass filters are available. 


gray Symbol: Gy {The SI unit of absor- 
bed energy dose per unit mass resulting 
from the passage of ionizing radiation 
through living tissue. One gray is an 
energy absorption of one joule per kilo- 
gram of mass. 


Grignard reagent +A type of organo- 
metallic compound with the general 
formula RMgX, where R is an alkyl or 
ary| group and X is a halogen (e.g. 
CH;MgCl). They are prepared by reac- 
ting the haloalkane or haloaryl com- 
pound with magnesium in dry ether: 

CH;Cl + Mg > CH;MgCl 
Grignard reagents probably have the 
form R;Mg.MgCl;. They are used exten- 


sively in organic chemistry: 

With methanal a primary alcohol is 
produced: 

RMgX + HCHO > RCH;0H + 
Mg(OH)X ) 


Other aldehydes give secondary alco- 
hols: 

RMgX + R'CHO > RR'CHOH `+ 
Mg(OH)X 

Alcohols and carboxylic acids give 
hydrocarbons: 

RMgX + R'OH — RR’ + Mg(OH)X 
Water also gives a hydrocarbon: 

RMgX + H;0 > RH + Mg(OH)X 
Solid carbon dioxide in acid solution 
gives a carboxylic acid: 

RMgX + CO; + H;O > RCOOH + 
Mg(OH)X 


ground state The lowest energy state of 
an atom, molecule, or other system. 


TCompare excited state. 


group 1. In the periodic table, a series of 
chemically similar elements that have 
similar electronic configurations. A 


GSC 


GSC Gas-solid chromatography. See gas 
chromatography. 


gun cotton See cellulose nitrate. 
gunmetal See bronze. 


gunpowder A powdered mixture of 
sulphur, charcoal, and potassium nitrate, 
used as an explosive. 


gypsum See calcium sulphate. 


Haber process An important industrial 
process for the manufacture of ammonia, 
which is used for fertilizers and for 
making nitric acid. The reaction is the 
equilibrium: 

N: + 3H, = 3NH; 
The nitrogen used is obtained by frac- 
tionation of liquid air and the hydrogen 
by the oxidation of hydrocarbons (from 
natural gas). The nitrogen and hydrogen 
are purified and mixed in the correct 
proportions. The equilibrium amount of 
ammonia is favoured by low tempera- 
tures, but in practice the reaction would 
never reach equilibrium at- normal 
temperatures. An optimum temperature 
of about 450°C is therefore used. High 
pressure also favours the reaction and a 
pressure of about 250 atmospheres is 
used. The catalyst is iron with small 
amounts of potassium and aluminium 
oxides present. The yield is about 15%. 


nia is condensed out of the gas 
mixture at -50°C, 


habit See crystal habit. 


haematite A mineral form of iron(III) 
oxide. It is the principal ore of iron. 


haemoglobin The Pigment of the red 
blood cells that is responsible for the 
transport of oxygen from the lungs to 


the tissues. It consists of a basic protein, 
globin, linked with four haem groups. 
Haem is a complex compound contain- 
ing an iron atom. The most important 
property of haemoglobin is its ability to 
combine reversibly with one molecule 
of oxygen per iron atom to form 
oxyhaemoglobin, which has a bright red 
colour. The iron is present in the 
divalent state (iron (II)) and this remains 
unchanged with the binding of oxygen. 
There are variations in the polypeptide 
chains, giving rise to different types of 
haemoglobins in different species. The 
binding of Oxygen depends on 'the 
oxygen partial pressure; high pressure 
favours formation of oxyhaemoglobin 


and low pressure favours release of 
oxygen. 


hafnium A transition metal found in 
zirconium ores. Hafnium is difficult to 
work and can burn in air. It is used in 
nuclear reactors. 
Symbol: Hf; m.p. 2220°C; b.p. 5230°C; 
r.d. 13.3; p.n. 72; r.a.m. 178.49. 


half cell tAn electrode in contact with a 
solution of ions. In general there will be 
an e.m.f. set up between electrode and 
Solution by transfer of electrons to or 
from the electrode. The e.m.f. of a half 
cell cannot be measured directly since 
setting up a circuit results in the 
formation of another half cell. See 
electrode potential. 


half-life (half-life 


Period) Symbol: T 
The time taken fo; d 


T half the nuclei of a 


halide A compound containing a halogen. 
The inorganic halides of electropositive 
elements contain ions of the type 


Na*Cl- (sodium chloride) or K*Br- 
(potassium bromide), Transition metal 
halides often have Some covalent 


bonding. Non-metal halides are covalent 
Compounds, which are usually volatile. 
Examples are carbon tetrachloride 
(CCL) and silicon tetrachloride (SiCl). 
Halides are named as bromides, 
chlorides, fluorides, or iodides. 


haloalkane (alkyl halide) A type of 
Organic compound in which one or 
more hydrogen atoms of an alkane have 
been replaced by halogen atoms. 
Haloalkanes can be made by direct 
reaction of the alkane with a halogen. 
Other methods are: 
(1) Reaction of an alcohol with the 
halogen acid (e.g. from NaBr + H;SO:) 
9r with phosphorus halides (red phos- 
Phorus and iodine can be used): 
ROH + HBr — RBr + H;O 
ROH + PCl; > RCI + POCI; + HCI 
(2) Addition of an acid to an alkene: 
RCH:CH; + HBr > RCH;CH;Br 
The haloalkanes are much more reactive 
than the alkanes, and are useful starting 
compounds for preparing a wide range 
of organic chemicals. In particular, they 
undergo nucleophilic substitutions in 
which the halogen atom is replaced by 
Some other group (iodine compounds 
are the most reactive). Some reactions 
9f haloalkanes are: 3 
(1) Refluxing with aqueous, potassium 
Ydroxide to give an alcohol: 
RI-OH-—ROH*L —— 
(2) Refluxing with potassium cyanide in 
alcoholic solution to give a nitrile: 
“RI+CN-SRCNt+I 
(3) Refluxing with an alkoxide to give 
an ether: 
RI+-OR’>ROR'+I ——— 
(4) Reaction with alcoholic ammonia 
Solution (100°C in a sealed tube): 
RI + NH, RNHeHE _ 
(S) Boiling with alcoholic potassium 
Ydroxide, to eliminate an acid and 
Produce an alkene: 
RCH.CH;I + KOH > KI + H:0 + 
CH:CH; ) 
See also Fittig reaction, Grignard 
reagent, Wurtz reaction. 


haloform +Any of the four compounds 
Xs, where X is a halogen atom (F, 
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halogens 


fluoroform; CI, chloroform; Br, bromo- 
form; I, iodoform). 


halogenation A reaction in which a 
halogen atom is introduced into a 
molecule. Halogenations are specified 
as chlorinations, brominations, fluorina- 
tions, etc., according to the element 
involved. There are several methods. 

(1) Direct reaction with the element 
using high temperature or ultraviolet 
radiation: 
CH; + Cl; 2 CH;Cl + HCI 
(2) Addition to a double bond: 
H;C:CH; + HCI > C;H«CI 
(3) Reaction of a hydroxyl group with 
a halogenating agent, such as PCI;: 
C;H;OH — C;HsCI 4- OH- 
(4) In aromatic compounds direct 
substitution can occur using aluminium 
chloride as a catalyst: 
2C&H, + Cl; 2 2C&HsCI 
(5) Alternatively in aromatic com- 
pounds, the chlorine can be introduced 
by reacting the diazonium ion with 
copper(I) chloride: 
C,HsN;* + Cl > CsHsCl + N; 


halogens A group of elements (group 
VII of the periodic table) consisting of 
fluorine, chlorine, bromine, iodine, and 
the short-lived element astatine. The 
halogens all have outer valence shells 
that are one electron short of a noble- 
gas configuration. Because of this, the 
halogens are characterized by high 
electron affinities and high elec- 
tronegativities, fluorine being the most 
electronegative element known. The 
high electronegativities of the halogens 
favour the formation of both uninegative 
ions, X , particularly in combination 
with electropositive elements (e.g. NaCl, 
KBr, CsI, CaF;), and the single covalent 
bond -X with elements of moderate to 
high electronegativity (e.g. HCl, SiF,, 
SF, BrCH;, ClO). The halogens all 
form diatomic molecules, X;, which are 
characterized by their high reactivities 
with a wide range of other elements and 
compounds. fÀs a group, the elements 
increase in both size and polarizability 
as the proton number increases and 
there is an attendant decrease in elec- 


hainrner mills 


tronegativity and reactivity. This means 
that there is no chemistry of positive 
species apart from a few cationic iodine 
ccmpounds. The heavier halogens Cl, 
Br, and I, all form Oxo-species with 
iormal positive oxidation numbers *1 
and +5, chlorine and iodine also 
forming +3 and +7 species, (e.g. HOCI, 
HBrO;, 120s, HIO,). 

The elements decrease in oxidizing 
Power in the order F:>Chk>Br:>l and 
the ions X^ may be arranged in order of 
increasing reducing power I GL 
Br-<I-. Thus any halogen will displace 
the elements. below it from their salts, 
for example 

Ch + 2Br- 2 Br; + 2CI- 

A wide.range of Organic halides is 
formed in which the C-F bond is 
characteristically resistant to chemical 
attack; the C-Cl bond is also fairly 
stable, Particularly in aryl compounds 


but the alkyl halogen compounds 
become increasingly Susceptible to 
nucleophilic attack and generally more 
reactive. 

hammer mills Devices used in the 
chemical industry for crushing and grin- 


ding solid materials at high speeds to a 
specified size. The impact between the 
Particles, grinding plates, and grinding 
hammers pulverizes the particles. Ham- 
mer mills can be used for a greater 
variety of soft material than other types 


of grinding equipment. Compare ball 
mill. 


hardening (of oils) tA process for 
converting liquid vegetable oils into 
Solid or semi-solid fats. Oils are 
glycerides of mainly unsaturated car- 
boxylic acids. Hydrogenation of the 
double carbon-carbon bonds using a 
nickel catalyst produces Saturated 
glycerides, which have higher melting 
Points. Hydrogenation of vegetable oils 
is used in the manufacture of Margarine, 


hardness (of water) Hard water is water 
that will not readily form a lather with 
SOap owing to the presence of dissolved 
calcium, iron, and magnesium com. 
pounds, Such Compounds can react with 


Soap to produce insoluble salts, which 
collect as solid scum. The effectiveness 
of the cleansing solution is thus reduced. 
Hardness of water is of two types, 
temporary hardness and permanent 
hardness. Only temporary hardness can 
be removed by boiling the water. 

fHardness of water is usually expressed 
by assuming that all the hardness is due 
to dissolved calcium carbonate, which is 
present as ions. It can be estimated by 
titration with a standard soap solution 


Or with edta. See also soap, water 
softening. 


hard vacuum See vacuum. 
hard water See hardness. 


heat Energy transferred as a result of a 
temperature difference, The term is often 
loosely used to mean internal energy 
(i.e. the total kinetic and potential energy 

‘is common in 
ch quantities as 
eat of neutraliza- 
fact molar enthal- 

Pies for the change, given the symbol 


- The unit is usually the kilojoule 
Per mole (kJ mol:!), B 


conditions 
under the same 
The substances involved 


ferring energy from a high temperature 
source to a low temperature sink. The 
theoretical operation of heat engines is 
useful in the theory of thermodynamics. 
See Carnot cycle. 


heat exchangers Devices that enable 
the heat from a hot fluid to be transferred 
to a cool fluid without allowing them to 
Come into contact. The normal arran- 
gement is for one of the fluids to flow in 
a coiled tube through a jacket containing 
the second fluid. Both the cooling and 
heating effect may be of benefit in 
conserving the energy used in a chemical 
plant and in controlling the process. 


heat of atomization The energy required 
in dissociating one mole of a substance 
into atoms. See heat. 


heat of combustion The energy liberated 
when one mole of a substance burns in 
excess oxygen. See heat. 


heat of formation The energy change 
when one mole of a substance is formed 
from its elements. See heat. 


heat of neutralization The energy 
liberated when one mole of an acid or 
base is neutralized. 


heat of reaction The energy change 
when molar amounts of given substan- 
ces react completely. See heat. 


heat of solution The energy change 
when one mole of a substance is 
dissolved in a given solvent to infinite 
dilution (in practice, to form a dilute 
solution), 


heavy hydrogen See deuterium. 

heavy water Deuterium oxide, D:O. 

hecto- Symbol: h A prefix denoting 10°. 
For example, | hectometre (hm) = 10 
metres (m). 

Heisenberg's uncertainty principle 


+The impossibility of making simul- 
taneous measurements of both the posi- 
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helium 


uon and the momentum ot a subatomic 
particle (e.g. an electron) with unlimited 
accuracy. The uncertainty arises bec- 
ause, in order to detect the particle, 
radiation has to be ‘bounced’ off it; and 
this process itself disrupts the particle's 
position. Heisenberg's uncertainty prin- 
ciple is not a consequence of ‘experi- 
mental error’, It represents a fundamen- 
tal limit to ‘objective’ scientific obser- 
vation, and arises from the wave-parti- 
cle duality of particles and radiation. In 
one direction, the uncertainty in position 
Ax and momentum Ap are related by 
AxAp —h/4m, where h is the Planck 
constant. 


helium A colourless monatomic gas; the 
first member of the noble gases (group 0 
of the periodic table). Helium has the 
electronic configuration 1s? and consists 
of a nucleus of two protons and two 
neutrons (equivalent to an a-particle) 
with two extra-nuclear electrons. It has 
an extremely high ionization potential 
and is completely resistant to chemical 
attack of any sort. The gas accounts for 
only 5.2 x 10°*% of the atmosphere; up 
to 7% occurs in some natural gas 
deposits. Helium is the second most 
abundant element in the universe, the 
primary process on the Sun being 
nuclear fusion of hydrogen to give 
helium. Helium is recovered commer- 
cially from natural gas in both the USA 
and the USSR and it also forms part of 
ammonia plant tail gas if natural gas is 
used as a feedstock. Its applications are 
in fields in which inertness is required 
and where the cheaper alternatives, such 
as nitrogen, are too reactive; for exam- 
ple, high temperature metallurgy, pow- 
der technology, and (in the US) welding. 
Helium is also favoured over nitrogen 
as an oxygen dilutent for deep-sea diving 
(lower solubility in blood) and as a 
pressurizer for liquefied gas fuels in 
rockets (total inertness). It is also used 
as an ideal gas for balloons (no fire risk) 
and for low-temperature physics re- 
search. 
Helium is unusual in that it is the only 
known substance for which there is no 
triple point (ie, no combination of 


Heil-Volard-Zelinsky reaction 


pressure and temperature at which all 
three phases can co-exist). This is 
because the interatomic forces, which 
normally participate in the formation of 
solids, are so weak that they are of the 
same order as the zero-point energy. At 
2.2°K helium undergoes a transition 
from liquid helium I to liquid helium II, 
the latter being a true liquid but 
exhibiting superconductivity and an 
immeasurably low viscosity. The low 
viscosity allows the liquid to spread in 
layers a few atoms thick, described by 
some as ‘flowing uphill’. 

Helium also has an isotope. He is 
formed in nuclear reactions and by decay 
of tritium. 


Hell-Volard-Zelinsky reaction +A 
method for the preparation of halo- 
genated carboxylic acids using free 
halogen in the presence of a phosphorus 
halide. The halogenation occurs at the 
carbon atom adjacent to the -COOH 
group. With Br; and PBr;: 

RCH;COOH — RCHBrCOOH — 
RCBr;COOH 


Helmholtz function (Helmholtz free 
energy) Symbol: F +4 thermodynamic 
function defined by 

F= U-TS 
where 7J is the internal energy, T the 
thermodynamic temperature, and S the 
entropy. It is a measure of the ability of 
a system to do useful work in an 
1sotherrnal process. See also free energy. 


hemiacetal +See acetal. 


hemihydrate A crystalliné compound 
,with one molecule of water of crystal- 


lization per two molecules of compound 
(e.g. 2CaSO,.H;O). 


hemiketal +See ketal. 


henry Symbol: H +The SI unit of 
inductance, equal to the inductance of a 
closed circuit that has a magnetic flux of 
one weber per ampere of current in the 
circuit, 1H = 1 Wb A`! 


Henry's law The concentration (C of a 
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gas in solution is proportional to the 
partial pressure (p) of that gas in 
equilibrium with the solution, ie. p = 
kC, where k is a proportionality 
constant. The relationship is similar in 
form to that for Raoult's law, which 
deals with ideal solutions. 

+A consequence of Henry's law is that 
the ‘volume solubility’ of a gas is 
independent of pressure. 


heptahydrate A crystalline nydrated 
compound containing one molecule of 


compound per seven molecules ot water 
of crystallization. 


heptavalent (sepiavatent) Having a 
valence of seven. 


heptane (CH) A colourless liquid 
alkane obtained from petroleum refin- 
ing. It is used as a solvent. 


hertz Symbol: Hz The SI unit of 
frequency, defined as one Cycle per 
second (s:!). Note that the hertz is used 
for regularly repeated processes, such as 
vibration or wave motion. An irregular 
process, such as radioactive decay, 


would have units expressed as s^! (per 
second). 


hetero atom +See heterocyclic com- 
pound. 


heterocyclic compound +A compound 
that has a ring containing more than 
one type of atom. Commonly, hetero- 
cyclic compounds are organic com- 
pounds with at least one atom in the 
ring that is not a carbon atom, Pyridine 
and glucose are examples. The non- 
carbon atom is called a hetero atom. 
Compare homocyclic compound, 


heterogeneous Relating to more than 
one phase. A hetero; 
instance, 
phases, 


e geneous mixtur-, for 
contains two or more distinct 


heterolytic fission (heterolysis) +The 


breaking of a covalent bond so that both 


electrons of the bc ad remain with one 


fragment. A positive ion and a negative 
lon are produced: 

RX>R*++X 
Compare homolytic fission. 


‘hexadecanoate (palmitate) fA salt or 
ester of hexadecanoic acid. 
` 


hexadecanoic acid (palmitic acid) ¢A 
crystalline carboxylic acid: 
CH3(CH;),COOH 
It is present as glycerides in fats and 
Oils. See glyceride. 


hexagonal close-packed crystal A 
Crystal structure in which layers of close- 
Packed atoms are stacked in an 
ABABAB arrangement. The second 
layer B fits into the holes of the first 
layer A, with the third layer over the 
first. The coordination number is 12. 
Zine and Magnesium have hexagonal 
close-packed structures. 

The unit cell is based on a hexagon 
with atoms occupying corner and mid 
Positions, See face-centred cubic crystal. 


hexagonal crystal See crystal system. 


hexane (C,H,.) A liquid alkane obtained 
from the light fraction of crude oil. The 
Principal use of hexane is as a solvent. 


hexanoic acid (caproic acid, 
CH;(CH;),COOH) tAn oily carboxylic 
acid found (as glycerides) in cow's milk 
and some vegetable oils. 


hexose +a sugar that has six carbon 
atoms in its molecules. See sugar. 


hexyl group The group CsHiCH2-, 
ving a straight chain of carbon atoms. 


histidine TSee amino acids. 


Hofmann degradation +A method of 
Preparing primary amines from acid 
amides. The amide is refluxed with 
aqueous sodium hydroxide and bromine: 

pen + NaOH + AT 
CONHBr + NaBr + Hy 
RCONHBr + OH- > RCON-Br + H:0 
RCON-Br = R-N=C=O + Br 


homologous series 


RNCO + 20H: 2 RNH; + CO;7- 
The reaction is a ‘degradation’ in that a 
carbon atom is removed from the amide 
chain. 


Hofmann's method A rather outmoded 
method for determining the vapour 
density of volatile liquids. A known 
weight of sample is introduced into a 
mercury barometer tube, which is 
surrounded by a heating jacket. The 
volume of vapour can thus be read off 
directly, the temperature is known, and 
the pressure is obtained by taking the 
atmospheric pressure minus the mercury 
height in the barometer (with correc- 
tions for the density of mercury at 
higher temperatures). The method's only 
advantage is that it may be used for 
samples that decompose at their normal 
boiling point. See also Dumas' method, 
Victor Meyer's method. 


holmium A soft malleable silvery element 
of the lanthanoid series of metals. It 
occurs in association with other 
lanthanoids. It has few applications. 
Symbol: Ho; m.p. 1474°C; b.p. 2695°C; 
r.d. 8.80; p.n. 67; r.a.m. 164.93. 


homocyclic compound +A compound 
containing a ring made up of the same 
atoms. Benzene is an example oi a 
homocylic compound. Compare hetero- 
cyclic compound. 


homogeneous Relating to a single phase. 
A homogeneous mixture, for instance, 
consists of only one phase. 


homologous series A group of organic 
compounds possessing the same func- 
tional group and having a regular struc- 
tural pattern so that each member of the 
series differs from the next one by a 
fixed number of atoms. The members of 
a homologous series can be represented 
by a general formula. For example, the 
homologous series of alkane alcohols 
CHOH, C;H;0H, C;H;OH, ..., has a 
general formula C,H2,,,OH. Each 
member differs by CH) from the next. 
Any two successive members of a series 
are called homologues. 
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homologues 


homologues Sec homologous series. 


homolytic fission (homolysis) +The 
breaking of a covalent bond so that one 
electron from the bond is left on each 
fragment, Two free radicals result: 
RR'— R: + R^ 
Compare heterolytic fission. 


Hückel rule +See aromatic compound. 
hybrid orbital +Sce orbital. 


hydrazine (N;H;) A colourless liquid 
that can be prepared by the oxidation of 
ammonia with sodium chlorate(I) or by 
the gas phase rcaction of ammonia with 
chlorine. Hydrazine is a weak base, 
forming salts (e.g. NiH.HCI) with 
strong acids. It is a powerful reducing 
agent, reducing salts of the noble metals 
lo the metal. Anhydrous hydrazine 
ignites spontaneously in oxygen and 
reacts violently with oxidizing agents, 
The aqueous solution, hydrazine hyd- 
rate, has been used as a fuel for jet 
engines and for rockets, 


hydrazoic acid (hydrogen azide, azoi- 
mide, HN;) A colourless liquid with a 
nauseating smell. It is highly poisonous 
and explodes in the presence of oxygen 
end oxidizing agents. It can be made by 
distilling a mixture of sodium azide 
(NaNs) and a dilute acid, It is usually 
used as an aqueous solution. The salts 
of hydrazoic acid (azides), especially 
lead azide (Pb(N,);), are used in detona- 

tors because of their ability to explode 

when given a mechanical shock. 


hydrazone +A type of organic compound 
containing the C:NNH; group, formed 
by the reaction between an aldehyde or 
ketone and hydrazine (NiH,) Deri- 
vatives of hydrazine are often used to 
produce crystalline products, which have 
Sharp melting points that can be used to 
Characterize the original aldehyde or 
ketone. Phenylhydrazine (CcHiNH.- 
NH3), for instance, produces phenylhy- 
drazones. 
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hydride A compound of hydrogen. Ionic 
hydrides are formed with highly electro- 
Positive elements and contain the H: 
ion (hydride ion) Non-metals form 
covalent hydrides, as in methane (CH4) 
or silane (SiH,). +The boron hydrides 
are electron-deficient covalent com- 
pounds. Many transition metals absorb 
hydrogen to form interstitial hydrides. 


hydrobromic acid (HBr) A colourless 
liquid produced by adding hydrogen 
bromide to water. It shows the typical 
Properties of a strong acid and it is a 
strong reducing agent. tA convenient 
way of producing hydrobromic acid is 
to bubble hydrogen sulphide through 
‘bromine water. Although it is not as 
strong as hydrochloric acid it dissociates 


extensively in water and is a good proton 
donor. 


hydrochloric acid (HCI) A colourless 
fuming liquid made by adding hydrogen 
chloride to water: 
HCl(g) + H;O(l) > H,O*(aq) + CI 
(aq) 
Dissociation into ions is extensive and 
hydrochloric acid shows the typical 
properties of a strong acid, It reacts with 
carbonates to give carbon dioxide and 
yields hydrogen when reacted with all 
but the most unreactive metals. Hydro- 
chloric acid is used in the manufacture 
Of dyes, drugs, and photographic 
materials, 1t is also used to pickle metals- 
ie. clean the surface prior to electro” 
Plating. tHydrochloric acid donates 
Protons with case and is the strongest of 
the hydrohalic acids. The concentrate? 
acid is oxidized to chlorine by such 


agents as potassium permanganate an 
manganese(IV) oxide, 


hydrofluoric acid (HF) A colourless 
liquid produ 


d Produced by dissolving hydrose” 
fluoride in water. It is a weak acid, bu! 
will dissolve most silicates and henc? 
can be used to etch glass. tAs the 
interatomic distance in HF is relatively 
small, the H-F bond energy is ve 
high, therefore — unable to donat? 
protons easily — hydrofinoric acid i5? 
weak acid. See bend energy 


hydrogen A colourless gaseous element. 
Hydrogen has some similarities to both 
the alkali metals (group I) and the 
halogens (group VII), but is not 
normally classified in any particular 
group of the periodic table. It is the 
most abundant element in the Universe 
and the ninth most abundant element in 
the Earth's crust’ and atmosphere (by 
mass). It occurs principally in the form 
Cf water and petroleum products; traces 
of molecular hydrogen are found in 
Some natural gases and in the upper 
atmosphere. 
The gas may be prepared in the labora- 
tory by the reaction of dilute hydro- 
chloric acid with a metal that lies above 
hydrogen in the electrochemical series, 
magnesium and zinc being commonly 
used. 
Zn + 2HCI > H; + ZnCh 
Reactions of the amphoteric metals zinc 
and aluminium with dilute aqueous 
alkali, to form zincates or aluminates, 
are also a convenient source of hydro- 
Ben. Electrolysis of dilute mineral acids 
May be used to obtain hydrogen but 
care must be taken to avoid mixing with 
the oxygen released at the anode as this 
leads to explosive mixtures. Industrially, 
hydrogen is obtained as a by-product of 
the electrolytic cells used in the produc- 
tion of sodium hydroxide (reaction of 
the Na/Hg amalgam with water), or by 
the water-gas route in which steam is 
decomposed by hot coke. 
The main use of hydrogen is as a 


chemical feedstock for the manufacture’ 


9f ammonia and of a range of organic 
Compounds. Small-scale uses include 
reducing atmospheres for metallurgy. 
hardening edible oils, and pharmaccuti- 
cal manufacture. Hydrogen also has a 
Potential future use as a fuel. pe 

ydrogen occupies a unique position 
among the elements as hydrogen atoms 
are the simplest of all atoms. The 
hydrogen atom consists of a proton 
(positive charge) with one extranuclear 
electron (1s!). The chemistry of hydro- 
Ben depends on one of three processes: 
(1) Loss of the-electron to form H*. 

2) Gain of an electron to form H^. 
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hydrogen 


(3) Sharing of electrons by covalent 
bond formation as in Hz or HCI. 
The hydrogen atom with the Is electron 
removed would have an extremely small 
ionic. radius and the positive hydrogen 
ion occurs only in association with 
other species as in H* NH: or H*FH. 
The ion commonly written H* in 
solution is in fact the solvated proton 
(hydroxonium or hydronium) H;O*, 
which is formed by ionization of acids: 
H;O + HCI 2 H,O* + Cl- 
It is believed that the lifetime of any one 
H;O* ion is extremely short as the 
protons appear to undergo very rapid 
exchange between water molecules. 
Hydrogen also forms a number of 
compounds in which it is regarded as 
gaining an electron and becoming H- 
(the hydride ion). It can form ionic 
hydrides only with the most clectro- 
positive elements (groups IA and HA). 
The ionic nature of these compounds is 
indicated by the fact that the melts are 
good conductors and that electrolysis 
liberates hydrogen at the anode. 
These hydrides are prepared by heating 
the element in a stream of hydrogen: 

H; + 2M — 2M + H- 
I:xamples are CHa, NH, and HCI. these 
compounds are generaily low-hoiling. 
General methods of preparation are: 

(1) The hydrolysis of the appropriate 
*-ide' compound; e.g. silicides give silane, 
nitrides give ammonia, sulphides give 
H:S. 
(2) Reduction of a chloride; for exam- 
ple: 

SiCl, + LiAIH, — SiH, + LiCl + AICh 
+A third class of hydride is that of 
metallic hydrides formed between 
hydrogen and many transition metals. 
Palladium in particular is renowned for 
its ability to absorb hydrogen as FJH,, 
where x takes values up to 1.8. Titanium 
and zirconjum behave similarly but the 
exact nature of the compounds formed 
and of the bond type remains uncertain. 
There are changes in the magnetic 
properties of the metal (indicating some 
electron interaction) and in the lattice 
dimensions but discrete phases of the 
tyne MH or MH; are not isolated. The 


hydrogenation 


class is sometimes referred to as the 
interstitial hydrides. 

TAtomic nuclei possess the property of 
‘spin’ and for diatomic molecules there 
exists the possibility of having the spins 
of adjacent nuclei aligned (ortho) or 
opposed (para). Because of the small 
mass of hydrogen, these forms are more 
important in hydrogen molecules than 
in other diatomic molecules. The two 
forms are in equilibrium with parahy- 
drogen dominant at low temperatures, 
rising to 75% orthohydrogen at room 
temperatures. Although chemically iden- 
tical the melting point and boiling 
point of the para form are both about 
0.1° lower than the 3:1 equilibrium 
mixture. 

Natural hydrogen in molecular or 
Combined forms contains about one part 
in 2000 of deuterium, D; an isotope of 
hydrogen that contains one proton and 
one neutron in its nucleus. Although the 
effect of isotopes on chemical properties 
is normally small, in the case of hydro- 
gen the difference in mass number leads 
to a lowering of some reaction rates 
known as the “deuterium isotope effect’, 
“Hydrogen also exhibits two less common 
forms of bonding. Boron hydrides form 
a wide variety of compounds in which 
the hydrogen acts as a bridging species 
involving "three-centre two-electron’ 
bonds. Such species are said to be 
"electron deficient" as they do not have 
sufficient electrons for conventional two- 


eleciron covalent bonds. The second, 
less common, form is 


that of the 
coordinated hydrides in which the H- 
ion acts as a ligand bound to a tran- 


sition metal atom. 
Symbol: H; mp. 


-25*C; bp. -252°¢: 
d. 0.0899 kg m? 


+ P.n. 1; r.a.m. 1.0079, 


hydrogenation The reaction of a 
compound with hydrogen. An example 
is the hydrogenation of nitrogen to form 
ammonia in the Haber Process. tin 
organic chemistry, hydrogenation refers 
to the addition of hydrogen to multiple 
bonds, usually with the aid of a catalyst. 
Unsaturated natural liquid vegetable 
oils can be hydrogenated to form 


saturated semisolid fats — a reaction 
used in making types of Margarine. 


hydrogen azide See hydrazoic acid. 


hydrogen bond (H-bonding) An inter- 
molecular bond between molecules in 
which hydrogen is bound to a strongly 
electronegative element. Bond polariza- 
tion by the electronegative element X 
leads to a positive charge on hydrogen 
X*'-SH*; this hydrogen can then 
interact directly with electronegative 
elements of adjacent molecules. The H- 
bond is represented as a dotted line: 
X*-H** oe s LN 
The length of a hydrogen bond is 
characteristically 0.15-0.2 nm. 
fHydrogen bonding may lead to the 
formation of dimers (for example. in 
carboxylic acids) and is used to explain 


the anomalously high boiling points of 
H,O and HF. 


hydrogen bromide (HBr) A colourless 
sharp-smelling gas that is very soluble in 
water. It is produced by direct combina- 
tion of hydrogen and bromine in the 
presence of a platinum catalyst or by the 
reaction of phosphorus tribromide with 
water. It dissolves in water to give 
hydrobromic acid. fHydrogen bromide 
is rather inactive chemically. It will not 
conduct electricity in the molten state, 
indicating that i; is a molecular 
compound. F 


hydrogencarbonate 


(bicarbonate) A salt 
containing the ion 


HCO;. 


hydrogen chloride (HCI) A colourless 
Bas that has a Strong irritating odour 
and fumes Strongly in moist air. It is 
Prepared by the action of concentrated 
Sulphuric acid on sodium chloride. The 
Bas is made industrially by burning 2 
stream of hydrogen in chlorine. It is not 
particularly reactive but will form dense 
White clouds of ammonium chloride 
When mixed with ammonia. It is very 
soluble in water and ionizes almost 
completely to give hydrochloric acid. It 
will also dissolve in many non-aqueous 
solvents, including tcluene, but will not 


ionize and the resultant solution shows 
no acidic properties. Hydrogen chloride 
is used in the manufacture of organic 
chlorine compounds, such as polyvinyl 
chloride (PVC). 

+Unlike the other hydrogen halides 
hydrogen chloride will not dissociate on 
heating, indicating a strong H-Cl bond. 

See hydrochloric acid. 


3ydrogen electrode +A type of half cell 
based on hydrogen, and assigned zero 
electrode potential, so that other 
elements may be compared with it. It is 
also called the standard hydrogen half 
cell. The hydrogen is bubbled over a 
platinum electrode, coated in ‘r latinum 
black’, in 2 1 M acid solution. Hydrogen 
is adsorbed on the platinum black, which 
has a high surface area, enabling the 
equilibrium 

H(g) = H*(aq) + e 

to be set up. The platinum is inert and 
has no tendency to form platinum ions 
in solution. See also electrode potential. 


hydrogen fluoride (HF) A colourless 
liquid produced by the reaction of 
concentrated sulphuric acid on calcium 
fluoride: 
CaE,(s) + HiSO«(aq) — CaSO.(2q) + 
2HF(1) 
It produces toxic corrosive fumes and 
dissolves readily in water to give hydro- 
fluoric acid. +Hydrogen fluoride is 
atypical of the hydrogen halides as the 
individual H-F units are associated into 
much iarger units, forming zigzag chains 
and rings. This is caused by hydrogen 
bonds that form between the hydrogen 
and the highly electronegative fluoride 
ions. Hydrogen fiuoride is used exten- 
Sively as a catalyst in the petroleum 
industry, See hydrofluoric acid. 


hydrogen peroxide (H;O:) A colourless 
Syrupy liquid, usually used in solution 
in water. On contact with man- 
ganese(1V ) oxide it gives off oxygen, the 
manganese(1V) oxide acting as 2 
catalyst: 

2H;0; + 2H;0 + O: 

Hydrogen peroxide can act as an 
Cxidizing agent, converting iron(II) ions 


hygroscopic 


to iron(III) ions, or as a reducing agent 
with potassium manganate(VII). It is 
used as a bleach and in rocket fuel. 
+The strength of solutions is usually 
given as volume strength — the volume 
of oxygen (dm?) at STP'given by 
decompositiorrof 1 dm? of the solution. 


hydrogen sulphide (sulphuretted hydro- 
gen, H:S) A colourless very poisonous 
gas with an odour of bad eggs. Hydro- 
gen sulphide is prepared by reacting 
hydrochloric acid with iron(II) sulphide. 
It is tested for by mixing with lcad 
nitrate, with which it gives a black 
precipitate. Its aqueous solution is 
weakly acidic. Hydrogen sulphide 
reduces iron(II) chloride to iron(II) 
chloride, forming hydrochloric acid and 
a yellow precipitate of sulphur. Hydro- 
gen sulphide precipitates insoluble 
sulphides, and is used in qualitative 
analysis. It burns with a blue flame in 
oxygen to form sulphur(IV ) oxide and 
water. North Sea gas contains some 
Lydrogen sulphide, which is removed 
before supply to the consumer. 


hydrolysis A reaction between a 
compound and water. Some examples 
are: 

Salts of weak acids 

Na,CO; + 2H;0 + 2NaGH + H;CO; 
*Psters 

CH.COOC;H. + H;O = CH:COOH 
+ C;H;OH 

Certain inorganic halides 

SiCl. + 4H:0 — S(OH). + 4HCI 


hydrophilic Water attracting. See lyo- 
philic. 
See 


hydrophobic Water repelling 


lyophobic. 
hydroxide A compound containing the 
ion OH- or the group -OH. 


2-hydroxypropanoic acid (lactic acid) 
A colourless liquid carboxylic acid: 
CH;CH(OH)COOH 
See optical activity. 


hygroscopic Describing a substance thai 
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hyperfine structure 


absorbs moisture from the atmosphere. 
See also deliquescent. 


hyperfine structure +See fine structure. 
hypobromous acid See bromic(1) acid. 
hypochlorous acid See chloric(I) acid. 


hypophosphorous acid +See phosphinic 
acid. 


ideal gas See gas laws. kinctic theory. 


imine +A compound containing the group 

H-, where the Nitrogen atom is not 
joined to carbonyl Broups or other 
hydrogen atoms. The group is the imino 
&roup. 


imino group +See imine. 


indicator A compound that reversibly 
changes colour depending on the pH of 
the solution in which it is dissolved. Fhe 
visual observation of this change is 
therefore a guide to the PH of the 
solution and it follows that careful 
choice of indicators Permits a wide 
range of end poinis to be detected in 
acid-base titrations. 
*Redox titrations require either specific 
indicators, which detect one of the 
components of the reaction (c E. starch 
for iodine, potassium thiocyanate for 
Fe?*) of true redox indicators in which 
the transition. potential of the indicator 
between oxidized and reduced forms is 
important. The transition potential of a 
redox indicator is analogous to the tran- 
sition pH in acid-base systems. 
Complexometric titrations require indi- 
cators that complex with metal ions and 
change colour between the free state 
and the complex State. See also 
absorption indicator, 


indium A soft silvery metallic element 
belonging to group III of the periodic 
table. It is found in minute quantities 
primarily in zinc ores. It is used in 
alloys, in several electronic devices, and 
in electroplating. 
Symbol: In; m.p. 156.61°C; b.p. 2080°C; 
r.d. 7.31; p.n. 49; ram. 114.82. 


inductive effect The eífect in which 
atoms or groups in a compound can 
attract (-1) or push away electrons ( + I), 
forming polar bonds. 


inert gases See noble gases. 


infrared (IR) Electromagnetic radiation 
with longer wavelengths than visible 
radiation. The wavelergth range is 
approximately 0.7 um to } mm. Many 
materials transparent to vi 
Əpaque to infrared, inclu. 
sult. quartz, germanium, cr polyethylene 
rrsms and lenses are able for use 
with infrared. +Infrareg radiation is 
Produced by movement of charges on 
ie molecular scale: ie. hy vibrational 
UT rotational motion of molecules. Of 
Piurücular importance in chemistry is 
the absorption spectrum of compounds 
in bonds 

between. pairs of atoms (C-C, C=C, 
teristic vibra- 
ch correspond to 


compounds. At 
infrared absorption 
tions between rota- 
and can be used to 
of molecules (by 


t inertia). Sce also 
clectromagnetic radiation, 


inhibitor A Substance that lowers the 
efficiency of a catalyst, je, slows down 
the rate of reaction. Hydr. 
hydrogen cyanide, mercury sal 
arsenic compounds Téadily in; 
heterogeneous catalysts py adsorption. 
For example, arsenic compounds inhibit 
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Platinum catalysts in the oxidation of 
sulphur(1V) oxide to sulphur( VI) oxide. 
*Inhibitors must not be confused with 
negative catalysts; inhibitors do not 
change the pathway of a reaction. 


inorganic chemistry The branch of 
Chemistry concerned with elements other 
than carbon and with the preparation, 
Properties, and reactions of their 
Compounds. Certain simple carbon 
Compounds are treated in inorganic 
chemistry, including the oxides, carbon 
disulphide, the halides, hydrogen cyan- 
ide, and salts, such as the cyanides. 
cyanates, carbonates, and hydrogencar- 
bonates, 


Insoluble Describing a compound that 
has a very low solubility (ina specified 
solvent), 


instrumentation The measurement of 

the conditions and the control of 
! es within a chemical plant. The 
instruments can be classified into three 
froups: those for current information 
using mercury thermometers. weighing 
Scales, and pressure gauges; those for 
recording viscosity, fluid flow. pressure. 
and temperature; and thqse instruments 
that control and maintain desired 
Conditions including pH and the flow of 
Materials. 


'tercallation compound *A compound 
that has a structure based on layers and 
in Which there are layers of a different 
Character interleaved in the basic struc- 
tural units, For example. the micas 
Phlogopite (KMg OH):Sis AIO). and 
muscovite (KAI OH): Sh AlO) are 
formed by interleaving K* ions repla- 
cing a quarter of the silicon Jayers in 
talc and pyrophyltite respectively. See 

also lamellar compound. 


Intermediate bonding A form of 
Covalent bond that also has an ionic or 
"lectrovalent character. See polar bond. 


i = 
intermolecular forces Forces of attrac 
nan between. molecules rather ihan 
tees within the molecule (chemica 


interstitial compvund 


bonding). If these intermolecular forces 
are weak the material will be gaseous 
and as their strength progressively 
increases materials beccme progressively 
liquids and solids. The intermolecular 
forces are divided into H-bonding forces 
and van der Waals forces, and the major 
component is the electrostatic interac- 
tion of dipoles. See hydrogen bond, van 
der Waals force. 


internal energy Symbol: U The energy 
of a system that is the total of the 
kinetic and potential energies of its 
constituent particles (e.g. atoms and 
molecules). If the temperature of a 
substance is raised, by transferring 
energy to it, the internal energy increases 
(the particles move faster). Similarly, 
work done on or by a system results in 
an increase or decrease in the internal 
energy. The relationship between heat, 
work, and internal energy is given by 
the first law of thermodynamics. Some- 
times the internal energy of a system is 
loosely spoken of as 'heat' or 'heat 
energy". Strictly, this is incorrect; heat is 
the transfer of nergy as a result of a 
temperature diíference. 


internal resistance Resistance of a 
source of electricity. In the case of a 
ceil, when a current is supplied, the 
potential difference between the ter- 
minals is lower than the e.m.f. The 
difference (i.e. e.m.f. - p.d.) is propor- 
tional to the current supplied. The 
internal resistance (r) is given by: 

r=(E-V)/I 
where E is the e.m.f., V the potential 
difference between the terminals, and I 
the current. 


interstitial +See defect. 


interstitial compound A crystalline 
compound in which atoms of a non- 
metal (e.g. carbon, hydrogen, or boron) 
occupy interstitial positions in the 
crystal lattice of a metal (usually à 
transition metal). Interstitial compounds 
are often non-stoichiometric. Their 
physical properties are often similar to 
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inversion 


those of metals; e.g. they have a metallic 
lustre and are electrical conductors. 


inversion +A change from one optical 
isomer to the other. See Walden inver- 
sion. 


invert sugar +See sucrose. 


iodic(V) acid (iodic acid, HIO;) A 
colourless deliquescent crystalline solid 
Produced by the reaction of concen- 
trated nitric acid with iodine. Iodic(V) 
acid is a strong oxidizing agent. It will 
liberate iodine from solutions containing 
iodide ions and it reacts vigorously with 
Organic materials, often producing 
flames. It dissociates extensively in water 
and hence is a strong acid. : 


iodic(VII) acid (periodic acid, HsIO,) 
A white crystalline solid made by low- 
temperature electrolysis of concentrated 
iodic(V) acid. It exists in a number of 
forms, the most common Of which is 
paraiodic( VII) acid, Iodic(VII) acid is a 
powerful oxidizing agent. Tlt is a weak 
acid, which — by cautious heating under 
vacuum — can be converted to 
dimesoiodic( VII) acid (B4DO;), and 
metaiodic(VII) acid (HIO,). All three 
will oxidize manganese to permanganate 
and this reaction can be used to deter- 


mine small amounts of manganese in 
Steel. 


iodic acid See iodic(V ) acid. 
iodide See halide. 


iodine A  dark-violet volatile solid 
elernent belonging to the halogens 
(group VII of the periodic table). It 
occurs in seawater and is concentrated 
by various marine organisms in the 
form of iodides. Significant deposits also 
occur in the form of iodates, The element 
is conveniently Prepared by the oxi. 
dation of iodides in acid solution 
(MnO;). Industrial methods similarly 
use oxidation of iodides or reduction of 
iodates to iodides by sulphur dioxide 
followed by oxidation, depending on the 
source of the raw materials. Iodine and 
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its compounds are used in chemical 
Synthesis, photography, pharmaceuti- 
cals, and dye-stuffs manufacture. 1 
Todine has the lowest electronegativity 
of the stable halogens and consequently 
is the least reactive. It combines only 
slowly with hydrogen to form hydroiodic 
acid, HI. Iodine also combines directly 
with many electropositive elements, but 
does so much more slowly than does 
bromine or chlorine. Because of the 
larger size of the iodine ion and the 
consequent low lattice energies, the 
iodides are generally more soluble than 
related bromides or chlorides, As with 
the other halides, iodides of Ag(L) 
Cu(1), Hg(I), and Pb(II) are insoluble 
unless complexing ions are present. 
flodine also forms a range of covalent 
iodides with the metalloids and non- 
metallic elements (this includes a vast 
Tange of organic iodides) but these are 
generally less thermodynamically stable 
and are more readily hydrolysed than 
chlorine cr bromine analogues. - 
Four oxides are known of whic 
iodine(V) oxide, LO; is the most 
important. The other oxides, I;0,, 1,09 
and LO; are much less stable and of 
uncertain structure, Like chlorine (bul 
not bromine) iodine forms oxo-species 
based on IO", 102°, 10°, and IO. The 
Chemistry of the other Oxo-species in 
Solution is complex, Elemental iodine 
reacts with alkalis in a similar way to 
bromine and chlorine, 
e ionization potential of iodine is 
sufficiently low for it to form a number 
of compounds in which it is electro- 
Positive. It forms I+ cations, for exam- 
ple, by reaction of solid silver nitrate 
with iodine Solution, and such cations 
are sufficiently electrophilic to substitute 
aromatic compounds such as phenol. 
lodine also exhibits the interesting 
Property of forming Solutions that are 


Violet coloured in non-donor type 


ents, Such as carbon tetrachloride, 
but in donor Solvents, such as ethanol oF 
dioxan, there is a Strong iodine-solvent 
interaction, which gives the solution a 
deep brown colour. Even though iodine 
solutions were commonly used a 
antiseptic agents, the element is classi- 


fied as toxic, and care should be taken 
to avoid eye intrusions or excessive skin 
contact. 

Symbol: I; m.p. 113.5°C; b.p. 184°C; r.d. 
4.95; p.n. 53; r.a.m. 126.9045. 


iodine monochloride (ICl) A dark red 
liquid made by passing chlorine over 
iodine, It has properties similar to those 
of its constituent halogens. fIodine 
monochloride is used as a nonaqueous 
solvent and as an iodating agent in 
organic reactions. 


iodine(V ) oxide (iodine pentoxide, 1205) 
A white crystalline solid made by 
heating iodic(V) acid to a temperature 
of 200°C. It is a very strong oxidizing 
agent. 
flodine oxide is the acid anhydride of 
iodic(V) acid, which is reformed when 
water is added to the oxide. Its main use 
is in titration work, measuring traces of 
carbon monoxide in the air. 


iodine pentoxide See iodine( V) oxide. 


iodine trichloride See diiodine hexach- 
loride. 


iodoethane (ethyl iodide, C2Hsl) A 
colourless liquid alkyl halide made by 
reaction of ethanol with iodine in the 
Presence of red phosphorus. 


iodoform +See triiodomethane. 
iodoform reaction +See triiodomethane. 


iodomethane (methyl iodide, CHsI) A 
liquid alkyl halide made by reaction of 
methanol with iodine in the presence of 
red phosphorus. 


ion exchange A process that takes place 

in certain insoluble materials, which 

Contain ions capable of exchanging with 
ions in the surrounding medium. 
Zeolites, the first ion exchange materials, 
Were used for water softening. These 
have largely been replaced by synthetic 
resins made of an inert backbone 
material, such as polyphenylethene, in 


Which ionic groups are weakly attached. 


ionic radius 


If the ions exchanged are positive, the 
resin is a cationic resin. An anionic 
resin exchanges negative ions. When all 
available ions have been exchanged (e.g. 
sodium ions replacing calcium ions) the 
material can be regenerated by passing 
concentrated solutions (e.g. sodium 
chloride) through it. The calcium ions 
are then replaced by sodium ions. Ion- 
exchange techniques are used for a vast 
range of purification and analytical 
purposes. 

+For example, solutions with ions that 
can be exchanged for OH: and H* can 
be estimated by titrating the resulting 
solution with an acid or a base. 


ionic bond See electrovalent bond. 


ionic crystal A crystal composed of ions 
of two or more elements. The positive 
and negative ions are arranged in definite 
patterns and are held together by elec- 
trostatic attraction. Common examples 
are sodium chloride and caesium 
chloride. 


ionic product The product of concen- 
trations: 
K, = [H+ OH] 
in water as a result of a small amount of 
self-ionization. 


ionic radius A measure of the effective 
radius of an ion in a compound. For an 
isolated ion, the concept is not very 
meaningful, since the ion is a nucleus 
surrounded by an ‘electron cloud’. 
Values of ionic radii can be assigned, 
however, based on the distances between 
ions in crystals. 
tDifferent methods exist for determining 
ionic radii and often different values are 
quoted for the same ion. The two main 
methods are those of Goldschmidt and 
of Pauling. The Goldschmidt radii are 
determined by substituting data from 
one compound to another, to produce a 
set of ionic radii for different ions. The 
Pauling radii are assigned by a more 
theoretical treatment for apportioning 
the distance between an anion and a 
cation. 
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ionization 


ionization The process of producing 
ions. There are several ways in which 
ions may be formed from atoms or 
molecules. In certain chemical reactions 
ionization occurs by transfer of elec- 
trons; for example, sodium atoms and 
chlorine atoms react to form sodium 
chloride, which consists of sodium ions 
(Na*) and chloride ions (CI-). Certain 
molecules can ionize in solution; acids, 
for example, form hydrogen ions as in 
the reaction 

H,SO, 2 2H * + S0,» 

The ‘driving force’ for ionization in a 
solution is solvation of the ions by 
molecules of the solvent. H*, for exam- 
ple, is solvated as a hydronium ion, 
H3O*. 
lons can also be produced by ionizing 
radiation; i.e. by the impact of particles 
or photons with sufficient energy to 
break up molecules or detach electrons 
from atoms: A > A* +-e-, Negative 
ions can, be formed by capture of 
electrons by atoms or molecules: A + 
e -—A-. 


ionization energy See ionization poten- 
tial. 


ionization potential (IP) Symbol: I The 
energy required to remove an electron 
from an atom (or molecule or group) in 
the gas phase, i.e. the energy required 
for the process: 
M+M* +e 
lt gives a measure of the ability of 
metals to form positive ions. The second 
ionization potential is the energy 
Tequired to remove two electrons and 
form a doubly charged ion: 
M >M? +e 
lonization potentials stated in this way 
are positive; often they are given in 
clectronvolts. Ionization energy is the 
energy required to ionize one mole of 
the substance, and is usually stated in 
kilojoules per mole (kJ mol-!). 
*In chemistry, the terms ‘second’, ‘third’, 
etc, ionization potentials are 
used for the formation of 
etc., charged ions. Howev 
copy and physics, 
with a different mi 


usually 
doubly, triply, 
Er, in spectros- 
they are often used 
caning. The second 


ionization potential is the energy to 
remove the second least strongly bound 
electron in forming a singly charged ion. 
For lithium (1s?2s') it would refer to 
removal of a Is electron to produce an 
excited ion with the configuration Is'2s!. 
Note also that ionization potentials are 
now stated as energies. Originally they 
were the potential through which an 
electron had to be accelerated to cause 
ionization by electron impact: 

M + ¢ >M?*+ + 2e- 
They were thus stated in volts. 


IP See ionization potential. 


IR See infrared. 


iridium A white transition metal that is 
highly resistant to corrosion. It is used 
to harden ‘platinum for electrical 
contacts and in jewellery, 
Symbol: Ir; m.p. 2450°C: b.p. 4130°C; 
r.d. 22.4; p.n. 77; am 192.22. 


iron A transition element occurring in 
many ores, especially the oxides 
(haematite and magnetite) and carbon- 
ate. It is extracted in a blast furnace 
using coke, limestone, and hot air. The 
coke and air form carbon monoxide, 
which then reduces the iron ore to iron. 
The limestone Temoves acidic impurities 
and forms a layer of slag above the 
molten iron at the base of the furnace. 
Steel is formed by reducing the carbon 
content to between 0.1 and 1.5%. Iron is 
used as a catalyst in the Haber process 
for ammonia Production. It corrodes in 
air and moisture to hydrated iron(II) 
oxide (rust), 
The most stable oxidation state i$ +3, 


which is yellow, but *2 (green) and +6 
(easily reduced) also exist. Solutions of 
iron(II) ions gi 


c i ve a green precipitate 
with Sodium hydroxide solution, where- 
as iron(HI) i give a brown 
precipitate. concentration of 
iron(II) ions can be estimated in acid 
Solution by titration with standard 
potassium manganate( VIJ) solution. 
Iron(1I) ions 


l ) must first be reduced to 
iron(11) ions With sulphur dioxide. 


110 


Symbol: Fe; m.p. 1539°C; b.p. 2887°C; 
r.d. 7.9; p.n. 26; r.a.m. 55.85. 


iron(II) chloride (ferrous chloride, 
FeCl;) A compound prepared by passing 
dry hydrogen chloride gas over heated 
iron. White feathery anhydrous crystals 
are produced. Hydrated iron(II) chlor- 
ide (FeCl;.6H;O) is prepared by reacting 
excess iron with dilute or concentrated 
hydrochloric acid. Green crystals of the 
hexahydrate are obtained on crystal- 
lization from solution. Iron(II) chloride 
is readily soluble in water, producing an 
acidic solution due to salt hydrolysis. 


iron(II) chloride (ferric chloride, 
FeCl) A compound prepared in the 
anhydrous state as dark red crystals by 
passing dry chlorine over heated iron. 
The product sublimes and is collected in 
a cooled receiver. The hydrated salt 
(FeCl;.6H,0) is prepared by adding 
excess iron(III) oxide to concentrated 
hydrochloric acid. On crystallization 
yellow-brown crystals of the hexahy- 
drate are formed. Iron(III) chloride is 
very soluble in water and undergoes salt 
hydrolysis. tAt temperatures below 
400°C the anhydrous salt exists as a 
dimer, FeCl. 


iron(II) oxide (ferrous oxide, FeO) A 
black powder formed by the careful 
reduction of iron(II) oxide using either 
carbon monoxide or hydrogen. It can 
also be prepared by heating iron(11) 
oxalate in the absence of air. It is only 
really stable at high temperatures and 
disproportionates slowly on cooling to 
give iron(III) oxide and iron. Tron(II) 
Oxide can be reduced by heating in â 
Stream of hydrogen. When exposed to 
air, it is oxidized to iron(II) oxide. It is 
a basic oxide, dissolving readily in dilute 

acids to form iron(II) salt solutions. tif 
heated to a high temperature in an inert 
atmosphere, iron(II) oxide dispropor- 
tionates to give iron and triiron 
tetroxide. 


i ic'oxi A 

iron(II1) oxide (ferric oxide, Fe;0;) 

rusty-brown solid prepared by the action 
droxide or 


of heat on iron(!]) by! 


nt 


irreversible change 


iron(II) sulphate. It occurs in nature as 
the mineral haematite. Industrially it is 
obtained by roasting iron pyrites. 
Iron(III) oxide dissolves in dilute acids 
to produce solutions of iron(III) salts. It 
is stable at red heat, decomposes around 
1300°C to give triiron tetroxide, and can 
be reduced to iron by hydrogen at 
1000°C. tIron(IlI) oxide is not ionic in 
character but has a structure similar to 
that of aluminium(III) oxide. 


iron(II) sulphate (ferrous sulphate, 
green vitriol, FeSO,7H;0) A compound 
that occurs in nature as the mineral 
melanterite (or copperas). It is made 
industrially from iron pyrites. In the 
laboratory iron(II) sulphate is prepared 
by dissolving excess iron in dilute 
sulphuric acid. On crystallization, green 
crystals of the heptahydrate are obtained. 
Careful heating of the hydrated salt 
yields anhydrous iron(II) sulphate; on 
further heating the sulphate decomposes 
to give iron(II) oxide, sulphur(IV) 
oxide, and sulphur(VI) oxide. The 
hydrated crystals oxidize easily on 
exposure to air owing to the formation 
of basic iron(III) sulphate. A freshly 
prepared solution of iron(II) sulphate 
absorbs nitrogen( II) oxide (brown-ring 
test). 
tIron(11) sulphate crystals are isomor- 
phous with the sulphates of zinc, 
magnesium, nickel, and cobalt. 


iron(III) sulphate (ferric sulphate, 
Fe SO4))) A compound prepared in the 
hydrated state by the oxidation of 
iron(II) sulphate dissolved in dilute 
sulphuric acid, using an oxidizing agent, 
such as hydrogen peroxide or concen- 
trated nitric acid. On crystallization, the 
solution deposits a white mass of the 
nonahydrate  (FeXSO;).9H;O). The 
anhydrous salt can be prepared by gently 
heating the hydrated salt. Iron(III) 
sulphate decomposes on heating to give 
iron(III) oxide and sulphur(VI) oxide. 
iit forms alums with the sulphates of 
the alkali metals. 

irreversible change See reversible 

change. 


irreversible reaction 


irreversible reaction A reaction in 

which conversion to products is 
complete; i.e. there is little or no back 
reaction. 


isobars 1. +Two or more nuclides that 
have the same nucleon numbers but 
different proton numbers. 
2. Lines joining points of equal pressure. 


isocyanide +See isonitrile. 


isocyanide test (carbylamine reaction) 
TA test for the primary amine group. 
The suspected primary amine is warmed 
with trichloromethane in an alcoholic 
solution of potassium hydroxide. The 
resulting isocyanide (RNC) has a 
characteristic smell of bad onions and is 
very toxic: 

CHCl; + 3KOH  RNH; > 
RNC + 3KCI + 3H;O 


isoelectronic TDescribing compounds 
that have the same number of electrons. 
For example, carbon monoxide (CO) 
and nitrogen (N;) are isoelectronic. 


isoleucine See amino acids, 


isomer Any one of the possible 
compounds arising from the different 
ways of grouping the atoms in a given 
molecular formula. For example, meth- 
oxymethane and ethanol are isomers of 
C:H60. Types of isomers are classified 
according to the type of isomerism 
exhibited. See isomerism. 


isomerism The existence of two or more 
chemical compounds with the same 
molecular formulae but different struc- 
tural formulae or different Spatial arran- 
gements of atoms. The different forms 
are known as isomers. For example, the 
compound C,H\o may be butane (with a 
straight chain of carbon atoms) or 


2-methyl propane (CH3CH(CH;)CH,, 
with a branched chain). 


Structural isomerism is the type of 
isomerism in which the Structurai 
formulae of the compounds differ. There 
áre'two main types. In one the isomers 
are different types of compound. An 


example is ethanol (C;H,OH) and 
methoxymethane (CH;OCH,), both 
having the formula C;H4O. In the other 
type of structural isomerism, the isomers 
differ because of the position of a 
functional group. For example, the 
primary alcohol propan-1-ol (C;H,OH) 
and the secondary alcohol propan-2-ol 
(CH;CH(OH)CH)) are isomers. 
Stereoisomerism occurs when two 
compounds with the.same molecular 
formulae and the same groups differ 
only in the arrangement of the groups in 
space. There are two types of stereoiso- 
merism. 

Cis-trans isomerism occurs when there 
is restricted rotation about a bond 
between two atoms, Groups attached to 
each atom may be on the same side of 
the bond (the cis isomer) or Opposite 
sides (the trans isomer). Cis-trans 
isomerism also occurs in some inorganic 
complex compounds, when two groups 
may be at adjacent (cis) or opposite 
(trans) positions. Cis-trans isomerism 
was formerly called geometrical isomer- 
ism. 

Optical isomerism occurs when the 
compound has no plane of symmetry 
and can exist in left- and right-handed 
forms that are mirror images of each 
other. Such molecules have an asym- 
metric atom — i.e, one attached to four 
different groups — called a chiral centre. 
See also optical activity. 


isomorphism The existence of com- 
Pounds with the same Crystal structure. 


: T 
isomorphism, law of 


ae +See Mitscher- 
lich's law, 


isonitrile (isocyanide) 


tAn organic 
compound of the formula gr 


R-NC. 
isoprene See methylbuta- 1,3-diene, 
isotherm A |i 
joining points 
also isotherma| 


ne On a cha 
of equal te; 
| change, 


rt or graph 
mperature. See 


temperature. 
l process, the 


isothermal change 


butane 2 — methvlpropane 


siructural isomers of the hydrocarbon CiHio 


ai E 
Hoe ub EN IN 
H H H H 
ethanol dimethyl ether 


structural isomers differing in functional groups 


H H H H H H 
q^ dr sd por d 
H—C—C—C—OH H—C—C—C—H 
1 171 gp e o] 
H H H HOH 
H 
propan-1-ol propan-2-ol 
g 1n the position ot thé functional group 


structural isomers differin 


Structural isomerism 
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isothermal change 


CI CI CI H 
N 4 N 7 
C=C C=C 
7 N ^ á N 
H H H CI 
cis — 1. 2 — dichloroethane trans — 1, 2 — dichloroethane 


cis-trans isomers differing in arrangement about a double bond 


\ 
Cl ! CI 
C (c 1 
ZON [ ^ 
Wome CI ^ NS PCR "A 
3b le irr um 
4 \ Cl 
cis trans 


zis-trans isomers differing in arrangement about a single bond 
with restricted rotation 


CI NEN IM S VLL RD T TERRAM CI 
Dea] SMa 
Cle mr Chae i. 


cis-trans isomers in a planar metal complex 


Cis-trans isomerism 
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System is in thermal equilibrium with its 
Surroundings. For example, a cylinder 
Of gas in contact with a constant- 
lemperature box may be compressed 
slowly by a piston. The work done 
appears as energy, which flows into the 
reservoir to keep the gas at the same 
lemperature. Isothermal changes are 
contrasted with adiabatic changes, in 
Which no energy enters or leaves the 
System, and the temperature changes. In 
Practice no process is perfectly isother- 
mal and none is perfectly adiabatic, 
although some can approximate in 
behaviour to one of these ideals. 


'Sotones *Two or more nuclides that 
have the same neutron numbers but 
different proton numbers. 


'Sotonic Describing solutions that have 
the same osmotic pressure. 


ISotopes Two or more species of the 
Same element differing in their mass 
Numbers because of differing numbers 
Of neutrons in their nuclei. The nuclei 
Must have the same number of protons 
an element is characterized by its 
Proton number). Isotopes of the same 
Clement. have very similar properties 

Cause they have the same electron 
Configuration, but differ slightly in their 
Physical properties. An unstable isotope 
'S termed a radioactive isotope oF 
radioisotope. 

'sotopes of elements are useful in 
Chemistry for studies of the mechanisms 
9I chemical reactions. A standard techni- 
Que is to label one of the atoms in a 

Olecule by using an isotope of the 
wement, Tt is then possible to trace the 

ay in which this atom behaves 
prouehout the course of the reaction. 
tion, ample, in the esterification reac- 


ROH + R'COOH = H:O + R'COOR 
b 'S Possible to find which bonds are 
IKEN by using a labelled oxygen aon 
ute reaction is performed using ~, 
a © alcohol it is found that this ez 
(hears in the ester, showing that ae 
Teac H bond of the acid is broken in t x 
“ction. In labelling, radioisotopes ar 


» 
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Kekulé structure 


detected by counters; stable isotopes 
can also be used, and detected by a mass 
spectrum. 

Isotopes are also used in kinetic studies. 
For example, if the bond between iwo 
atoms X-Y is broken in the rate-deter- 
mining step, and Y is replaced by a 
heavier isotope of the element, Y*, then 
the reaction rate will be slightly lower 
with the Y* present. This kinetic Isotope 
effect is particularly noticeable with 
hydrogen and deuterium compounds, 
because of the large difference in mass. 


isotopic mass (isotopic weight) +The 
mass number of a given isotope of an 
element. 


isotopic number +The difference bet- 
ween the number of neutrons in an 
atom and the number of protons. 


isotopic weight +See isotopic mass. 


jeweller's rouge Iron(III) oxide (Fe;O;), 
used as a mild abrasive. 


joule Symbol: J The SI unit of energy 
and work, equal to the work done when 
the point of application of a force of one 
newton moves one metre in the direction 
of action of the force. 1 J — 1 N m. The 
joule is the unit of all forms of energy. 


K 


é f 

ulé structure 7A structure ol 
Ke in which there is a hexagonal 
ing with alternite double and ingle 
pene Two possible Kekulé structures 


kelvin 


contribute to the resonance hybrid of 
benzene. See resonance. 


kelvin Symbol: K The SI base. unit of 
thermodynamic temperature. Tlt is 
defined as the fraction. 1/273.16 of the 
thermodynamic temperature of the triple 
point of water. Zero kelvin (0 K) is 
absolute zero. One kelvin is the same as 
one degree on the Celsius scale of 
temperature. 


kerosine See paraffin. 


ketal +A type of organic compound 
formed by addition of an alcohol to a 
ketone. Addition of one molecule gives 


a hemiketal; two molecules give a full 
ketal. See acetal. 


keto-enol tautomerism +An equili- 
brium between two isomers in which 
one isomer is a ketone (the keto form) 
and the other an enol. The equilibrium 
is by transfer of a hydrogen atom 
between the Oxygen atom of the carbonyl 
group and an adjacent carbon atom. 


ketohexose +A ketose sugar with six 
carbon atoms. See sugar. 


SAC RA 
Ree. 


Ketone 


OH 


N 3 Pd 
PEN 


enol form 


ketone A type of organic compound with 
the general formula RCOR , having two 
alkyl or aryl groups bound to a carbonyl 
group. They are made by oxidizing 
Secondary alcohols (just as aldehydes 
are made from primary alcohols). Simple 
examples are propanone (acetone, 
CH;COCH;) and butanone (methy- 
lethyl ketone, CH;COCH,). 

TThe chemical reactions of ketones ar 
similar in many ways to those of 
aldehydes. The carbonyl group is 
Polarized, with positive charge on the 
carbon and negative Charge on the 
oxygen. Thus nucleophilio addition can 
occur at the carbonyl group, Ketones 
thus: 

(1) Undergo addition reactions with 
hydrogen cyanide and hydrogensulphite 
ions. 

(2) Undergo condensation reactions 
with hydroxylamine, hydrazine, and 
their derivatives, 

(3) Are reduced to (secondary) alcohols. 
They are not however, easily oxidized. 
Strong oxidizing agents give a mixture 
of carboxylic acids, They do not react 
with Fehling's solution or Tollens 


Feagent, and do not easily polymerize. 
See also aldehyde. 


ketopentose A ketose sugar with five 
carbon atoms. See sugar. 


ketose +A su 
(=CO) or 
sugar. 


Bar containing a ketont 
Potential ketone group. See 


kieselguhr A naturally occurring very 


nx sl f? 


— 


C—C 


A 


H keto-form 


Keto-enol tautomerism 
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porous form of silica (SiO;) used as an 
absorbent material and catalyst support. 


killed spirits Zinc(II) chloride solution 

used as a flux for solder, so called 

cause it is made by adding zinc to 
hydrochloric acid (‘spirits of salt’). 


Kilo- Symbol: k A prefix denoting 10°. 
For example, 1 kilometre (km) = 10° 
metres (m), 


kilogram (kilogramme) Symbol: kg The 

base unit of mass, equal to the mass 

Of the international prototype of the 

kilogram, which is a piece of platinum- 
Iridium kept at Sévres in France. 


kilogramme An alternative spelling of 
ilogram, 


kilowatt-hour Symbol: kWh A unit of 
energy, usually electrical, equal to the 
energy transferred by one kilowatt of 
Power in one hour. It has a value of 3.6 
* 10° joules, 


kinetic energy See energy. 
kinetic isotope effect Sce isotopes. 


kinetics A branch of physical chemistry 
ncerned with the study of rates of 
chemical reactions and the effect of 
Physical conditions that influence the 
ate of reaction, e.g. temperature, light, 
Concentration, etc. The measurement of 
-Sse rates under different conditions 
Bives information on the mechanism of 
© reaction; ie, on the sequence of 
» FOcesses by which reactants are conver- 


Into products, 
kines: rh 
RR theory A theory explaining 
YSical properties in terms of the 


of won Of particles. The kinetic theory 
domes assumes that the molecules or 
Motic 1a gas are in continuous random 
the ‘On and the pressure (p) exerted on 
fro Walls of a containing vessel arises 
Movi, the bombardment by these fast 
is 28 Particles. When the temperature 
Con esed the speeds increase; 50 

"*Quently does the pressure. If more 


Kipp’s apparatus 


particles are introduced or the volume is 
reduced there are more particles to 
bombard unit area of the walls and the 
pressure also increases. When a particle 
collides with the wall it experiences a 
rate of change of momentum, which is 
proportional to the force exerted. For a 
large number of particles this provides a 
steady force per unit area (or pressure) 
on the wall. 
fFollowing certain additional assump- 
tions, the kinetic theory leads to an 
expression for the pressure exerted by 
an ideal gas. The assumptions are: 
(1) The particles behave as if they are 
hard smooth perfectly elastic points. 
(2) They do not exert any appreciable 
force on each other except during 
collisions. 
(3) The volume occupied by the parti- 
cles themselves is a negligible fraction of 
the volume of the gas. 
(4) The duration of each collision is 
negligible compared with the time 
between collisions. 
By considering the change in momen- 
tum on impact with the walls it can be 
shown that 
p- pci? 
where p is the density of the gas and c is 
the root-mean-square speed of the mole- 
cules. The mean-square speed of the 
molecules is proportional to the absolute 
temperature: 

Nmc! - RT 
+See also degrees of freedom. 


Kipp's apparatus An apparatus for the 
production of a gas from the reaction of 
a liquid on a solid. It consists of three 
globes, the upper globe being connected 
via a wide tube to the lower globe. The 
upper globe is the liquid reservoir. The 
middle globe contains the solid and also 
has a tap at which the gas may be drawn 
off. When the gas is drawn off the liquid 
rises from the lower globe to enter the 
middle globe and reacts with the solid, 
thereby releasing more gas. When turned 
off the gas released forces the liquid 
back down into the lower globe and up 
into the reservoir, thus stopping the 


reaction. 


Kjeldahi's method 


Kjeldahl’s method +A method used for 
the determination of nitrogen in organic 
compounds. The nitrogenous substance 
is converted to ammonium sulphate by 
boiling with concentrated sulphuric acid 
(often with a catalyst such as CuSO,) in 
a specially designed long-necked Kjel- 
dahl flask. The mixture is then made 
alkaline and the ammonia distilled off 
into standard acid for measurement by 
titration. 


Kolbe electrolysis The electrolysis of 
Sodium salts of carboxylic acids to 
prepare alkanes. The alkane is produced 
at the anode after discharge of the 
carboxylate anion and decomposition of 
the radical: 

RCOO: — RCOO- + e` 
RCOO- > R: + CO; 
R: + RCOO- > R-R + CO; 
and 
2R- > R-R 

As the reaction is a coupling reaction, 

only alkanes with an even number of 

carbon atoms in the chain can be 
prepared in this way. 


Kroll process +A method of obtaining 
certain metals by reducing the metal 
chloride with magnesium. Titanium can 
be obtained in this way. 

TiCl, + 2Mg ^ 2MgCl; + Ti 


krypton A colourless odourless mona- 
tomic element of the Tare-gas group, 
now known to form compounds. It 
Occurs in minute quantities (0.001% by 
volume) in air. Krypton is used in 
fluorescent lights. 

Symbol: Kr; m.p. 2157/39G;' «bip. 
-153.4*C; d. 3.73 kg m>; p.n. 36; ram. 
83.80. 
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label A stable or radioactive nuclide used 
to investigate some process, such as à 
chemical reaction. See isotopes. 


labile +Describing a complex with ligands 
that can easily be replaced by more 
strongly bonded ligands. 
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lactam +A type of organic compound 
containing the -NH.CO.- group as pd 
of a ring in the molecule. They can 
regarded as formed from a straight 
chain compound that has an amin? 
group (-NH;) at one end of the molecult 
and a carboxylic acid group (-COOF 
at the other; ie. from an amino acid: 
The reaction of the amine group Ws 
the carboxylic acid group, with elimina 
tion of water, leads to the cyclic lactam 
Which is thus an internal amide. 


lactate +A salt or ester of lactic acid. 


lactic acid +See 


ic 
ti 2-hydroxypropano' 
acid. 


d 
lactone TA type of organic compo” y 
containing the group -O.CO.- as pa't 


a ring in the molecule. A lactone can de 


Tegatded as formed from a compo" e 
with an alcohol (-OH) group on O5, 
end of the chain and a carboxylic 2^ 
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(-COOH) group on the other. The 
lactone then results from reaction of the 
-OH group with the -COOH group; i.e. 
it is an internal ester. 


lactose (milk sugar, CsHxOu) A sugar 
RE in milk. It is a disaccharide 
©mposed of glucose and galactose units. 


la 
€vo-form +See optical activity. 


la 
vorotatory See optical activity. 


la : 
ke TA pigment made by combining an 
eae dyestuff with an inorganic 
pound (e.g. an oxide). 


l 

a ellar compound +A compound with 
Bis dal structure composed of thin 
RN Or layers. Silicates form many 
ples Uns with distinct layers. Exam- 
Dy are talc (Mgx(OH)2SisO 10) and 
PYrophyllite (Als(OH)2SisO10)- See also 

€reallation compound. 


la A 

di black A black pigment; à finely 

sess form of carbon formed by 

Co; Omplete combustion of an organic 
™pound, 


7 
tay 4 
l es +See lanthanoids. 
a 
jAahoids (lanthanides, lanthanons) 
Conf UD Of elements whose electronic 
ap. Btrations display back filling of the 
ere is a maximum O 
lantha in an f-orbital, The element 
Xe]squim itself has no f-electrons (La 
657) and is thus strictly not à 
Hog du but it is included by conven- 
* thus giving a closely related series 


“lectrons 


law of conservation of energy 


of 15 elements. Excluding lanthanum, 
the elements all have 4f'6s? configura- 
tions but gadolinium and lutecium have 
an additional 5d! electron. 

The characteristic oxidation state is 
M?* and the great similarity in the size 
of the ions leads to a very close similarity 
of chemical properties and hence t2 
great difficulties of separation using 
conventional methods. Chromatogra- 
phic and solventextraction methods 
have been specially developed for the 
lanthanoids. 


lanthanons 7 See lanthanoids. 


lanthanum A soft ductile malleable 
silvery metallic element that is the first 
member of the lanthanoid series. It is 
found associated with other lanthanoids 
in many minerals, including monazite 
and bastnasite. Lanthanum is used in 
several alloys (especially for lighter 
flints), as a catalyst, and in compound 
form in carbon-arc searchlights, etc., 
and in the glass industry. 
Symbol: La; m.p. 920°C; b.p. 3457°C; 
r.d. 6.15; p.n. 57; r.a.m. 138.91. 


lattice A regular three-dimensional 
arrangement of points. A lattice is used 
to describe the positions of the particles 
(atoms, ions, or molecules) in a crystal- 
line solid. The lattice structure can be 
examined by X-ray diffraction techni- 


ques. 


lattice energy The energy released 
when ions of. opposite charge are 
brought together from infinity to form 
one mole of a given crystal. The lattice 
energy is a measure of the stability of a 
solid ionic substance, with respect to 
ions in the gas. See also Born-Haber 


cycle. 


laughing gas See dinitrogen monoxide. 


lauric acid +See dodecanoic acid. 


law of conservation of energy See 
conservation of energy. law of. 


119 


‘aw of conservation of mass 


law of conservation of mass See 
conservation of mass, law of. 


law of constant composition See 
constant composition, law of. 


law of constant proportions See 
constant proportions, law of. 


law of definite proportions See definite 
proportions, law of. 


law of isomorphism +See Mitscherlich's 
law. 


law of mass action At constant tempera- 
ture, the rate of a chemical reaction is 
directly proportional to the active mass 
of the reactants, the active mass being 
taken as the concentration in mol dm". 
In general, the rate of reaction decreases 
steadily as the reaction proceeds; a 
measure of the concentration of any of 
the reactants will give a measure of the 
rate of reaction. 
+For the reaction A + B > products, 
the law of mass action states that 

rate = k[A][B] 

where [A] represents the concentration 
of A in mol dm^. The term active mass 
can only equal the concentration in 
mol dm^ if there is no interaction or 
interference between the reacting mole- 
cules. Many systems exhibit interactions 
and interference and consequently the 
concentration in moldm:! has to be 
multiplied by an activity coefficient in 
order to obtain the effective active mass. 


law of octaves See Newlands’ law. 


lawrencium A radioactive transuranic 
element of the actinoid series, not found 
naturally on Earth. Several very shoit- 


lived isotopes have been synthesized. 
Symbol: Lr; p.n. 103. 


laws of chemical combination See 
chemical combination, laws of. 


leaching The washing out of a soluble 
material from an insoluble solid using a 
sclvert. This is often carried out in 
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batch tanks or by dispersing the crushed 
solid in a liquid. 


lead A dense dull grey soft metallic 
element; the fifth member of group IV 
of the periodic table. It occurs in small 
quantities in a wide variety of minerals 
but only a few are economically impor- 
tant. The most important one is galena 
(PbS), found in Australia, Mexico, the 
USA, and Canada. Other minerals are 
anglesite (PbSO,), litharge (PbO), and 
cerussite (PbCO;). 

Galena is often associated with zinc ores 
and the smelting operations of both lead 
and zinc industries are closely integrated. 
The ore is concentrated by froth flotation 
and the concentrate roasted then 
reduced, 

2PbS + 30; 2 2PbO + 280; 
PbS + 20; 2 PbSO, 
2PbO + 2C 2 2Pb + 2CO 
2PbO + PbS > 3Pb + SO; 
PbSO, + 2C 5 Pb + 2CO + SO; g 

Silver is often recovered in economic 
quantities from crude lead. 4 
fThe outer s?p? configurations of un 
and tead give rise to similar properties 
for the two metals. There is however à 
much greater predominance of the 
divalent state for lead. Both oxides are 
amphoteric, lead(II) oxide (PbO) 
leading to plumbites and lead(IV) oxide 
(PbO;) to plumbates on dissolution in 
alkalis. Lead also forms mixed oxides 
PbO; (a yellow solid, better written aS 
Pb(IDPb(IV)O;) and Pb;O, (red-lead: 
Pb,(II)Pb(1V)O,). Both metals have low 
melting points and neither is attacke 
by dilute acids; they differ however if 
their reaction with concentrated nitric 
acid 

3Pb + 8HNO; 5 3Pb(NO;), + 2NO + 

4H,0 

Tih gives hydrated Sn(IV) oxide 
Concentrated hydrochloric acid will not 
attack lead. , 
Lead, like tin, forms halides, PbX2, wit! 
all. halogens. PbCl, is the only know? 
lead(IV) halide (all halides of SnX+ a 
known). The great stability of the Po(! 
State leads to Po(IV) compounds bein’ 
Powerful oxidizing agents. 


Symbol: Pb; m.p. 328°C; b.p. 1755*C; 
T.d. 11.34; p.n. 82; r.a.m. 207.19. 


lead(II) acetate +See lead(II) ethanoate. 


lead-acid accumulator A type of elec- 
trical accumulator used 4n vehicle 
batteries. It has two sets of plates: 
Spongy lead plates connected in series to 
the negative terminal and lead oxide 
plates connected to the positive terminal. 
The material of the electrodes is held in 
a hard lead-alloy grid. The plates are 
Interleafed. The electrolyte is dilute 
sulphuric acid. 
The em.f. when fully charged is about 
22 V. This falls to a steady 2 V when 
Current is drawn. As the accumulator 
begins to run down, the e.m.f. falls 
further. During discharge the electrolyte 
becomes more dilute and its relative 
density falls. To recharge the accumula- 
lor, charge is passed through it in the 
Opposite direction to the direction of 
Current supply. This reverses the cell 
Teactions and increases the relative 
density of the electrolyte (c. 1.25 for a 
fully charged accumulator). 

The electrolyte contains hydrogen ions 
(H+) and sulphate ions (SO,?"). During 
discharge, H* ions react with the 
lead(IV) oxide to give lead(Il) oxide 
and water 
PbO, + 2H* + 2e- — PbO + H:O 

is reaction takes electrons from the 
Plate, causing the positive charge. There 
'S a further reaction to yield soft lead 
Sulphate: 
PbO + S0,2- + 2H* > PbSO, + H:O 

+ 2e- 

Electrons are released to the electrode, 
Producing the negative charge. 
mE Charging the reactions are rever- 


BOSO, + 2e- — Pb + SO, 
S050, + 2H,0 > PbO, + 4H* + 
0,2 oe 


lead) carbonate (PbCO;) A white 
pe 'Sonous powder that occurs naturally 
* the mineral cerussite. It forms rhom- 
* crystals and can be precipitated by 


Teac : 
"ng a cold aqueous solution of à 


lead 


soluble lead salt (e.g. lead(II) nitrate) 
with ammonium carbonate. 


lead(II) carbonate hydroxide (white 
lead, 2PbCO;.Pb(OH)2) The most 
important basic lead carbonate. It can 
be manufactured electrolytically. It has 
been used as a pigment in white and 
coloured paints but it has the consider- 
able drawback that it is poisonous. 


lead-chamber process *A former 
process for the manufacture of sulphuric 
acid by oxidizing sulphur(IV) oxide 
with nitrogen monoxide. The reaction, 
which was carried out in large lead 
chambers, has now been replaced by the 
contact process. 


lead dioxide See lead(IV) oxide. 


lead(II) ethanoate (lead(II) acetate, 
Pb(CH;CO:;)) tA compound usually 
Occurring as the hydrate 
Pb(CH;CO:;)..3H;O, forming mono- 
clinic crystals. At 100°C it loses ethanoic 
acid and water, forming a basic lead(II) 
ethanoate. Its solubility in water is 50 g 
per 100 g of water at 25°C. Lead(II) 
ethanoate can be obtained as an anhy- , 
drous salt. Its chief asset is that it is one 
of the few common lead(II) salts that 
are soluble in water. 


lead(IV) hydride See plumbane. 
lead monoxide See lead(II) oxide. 


lead(II) oxide (lead monoxide, PbO) A 
yellow crystalline powder formed by 
roasting molten lead in air. Litharge, the 
most common form, is obtained when 
lead(II) oxide is heated above its melting 
point. If prepared below its melting 
point, another form, called massicot, is 
obtained. Litharge is used in the rubber 
industry, in the manufacture of paints 
and varnishes, and in the manufacture 


of lead glazes for pottery. 


lead(IV) oxide (lead dioxide, PbO;) A 
dark-brown solid forming hexagonal 
crystals. On heating to 310°C it decom- 
poses into lead(II) oxide and oxygen. It 


lead 


can be prepared electrolytically or by 
reacting lead(II) oxide with potassium 
chlorate. Lead(IV) oxide has been used 
in the manufacture of matches. 


lead(II) sulphate (PbSO;) A white 
crystalline solid that occurs naturally as 
the mineral anglesite. It is almost 
insoluble in water and can be pre- 
cipitated by reacting an aqueous solution 
containing sulphate ions with a solution 
of a soluble lead(II) salt (e.g. lead(II) 
ethanoate). It forms basic slead(11) 
sulphates when shaken together with 
lead(II) hydroxide and water. Basic 
lead(II) sulphates are useful as pigments. 


lead(II) sulphide (PbS) A black solid 
that occurs naturally as the mineral 
galena. It can be prepared as a 
precipitate by reacting a solution of a 
soluble lead(II) salt with hydrogen 
sulphide or with a solution of a soluble 
sulphide. Lead(1I) sulphide is useful as 
a rectifier in electrical components. 


lead  tetraethyl (tetraethyl — lead, 
Pb(CH2CH3)s).A poisonous liquid that 
is insoluble in water but soluble in 
organic solvents. It is manufactured by 
the reaction of an alloy of sodium and 
lead with I-chloroethane. The product 
is obtained by steam distillation. Lead 
tetraethyl is used as an additive in 
internal-combustion engine fuel to 
increase its octane number. 


Leblanc process +An obsolete process 
for the manufacture of sodium carbon- 
ate. Sodium chloride is converted to 
sodium sulphate by heating with 
sulphuric acid. This sulphate is then 
roasted in a rotary furnace where it is 
first reduced to the sulphide using 
carbon, and then immediately converted 
to the carbonate by the action of 
limestone. Sodium carbonate solution is 
obtained by leaching with water and this 
is subsequently dried and calcined to 
obtain the solid. 


Le Chatelier's principle If a System is 
at equilibrium and a change is made in 
the conditions, the equilibrium adjusts 


SO as to oppose the change. The prin- 
ciple can be applied to the effect of 
temperature and pressure on chemical 
reactions. A good example is the Haber 
process for synthesis of ammonia: 

N: + 3H; = 2NH; 
The ‘forward’ reaction 

N: + 3H: > 2NH; 
is exothermic. Thus, reducing the 
temperature displaces the equilibrium 
towards production of NH; (as this 
tends to increase temperature). Increas- 
ing the pressure also favours formation 
of NH;, because this leads to a reduc- 
tion in the total number of molecules 
(and hence pressure), 


Leclanché cell A primary voltaic cell 
consisting, in its ‘wet’ form, of a carbon- 
tod anode and a zinc cathode, with a 
10-20% solution of ammonium chloride 
as electrolyte. Manganese(IV) oxide 
mixed with crushed carbon in a porous 
bag or pot surrounding the anode acts 
as a depolarizing agent. The dry form 
(dry cell) is widely used for torch 
batteries, transistor radios, etc. It has a 
mixture of ammonium chloride, zinc 
chloride, flour, and gum forming an 
electrolyte paste. Sometimes the dry cell 
is arranged in layers to form à 
rectangular battery, which has a longer 
life than the cylinder type. 


lcucine +See amino acids. 


Lewis acid +A substance that can accept. 

an electron pair to form a Coordinate 
bond; a Lewis base is an electron-pair 
donor. In this model, the neutralization 
reaction is seen as the acquisition of a 
stable octet by the acid, for example: 
ChB + :NH; > ChB:NH; 
Metal ions in coordination compounds 
are also electron-pair acceptors and 
therefore Lewis acids, The definition 
includes the ‘traditional’ Brónsted acids 
since H * is an electron acceptor, but in 
common usage the terms Lewis acid and 
Lewis base are reserved for systems 
without acidic hydrogen atoms. 


Lewis base *See Lewis acid 


Lewis octet theory See octet. 
L-form +See optical activity. 
form See optical activity. 


Liebig condenser A simple type of 
laboratory condenser. It consists of a 
Straight glass tube, in which the vapour 
is condensed, with a surrounding glass 
jacket through which cooling water 
flows. 


ligand A molecule or ion that forms a 
coordinate bond to a metal atom or ion 
in a complex. See also complex, tchelate. 


light (visible radiation) A form of 
electromagnetic radiation able to be 
detected by the human eye. Its 
wavelength range is between about 400 
nm (far 'red') and about 700 nm (far 
‘violet’). The boundaries are not precise 
as individuals vary in their ability to 
detect extreme wavelengths; this ability 
also declines with age. 


lime See calcium oxide, calcium hydrox- 
ide. 


limestone A natural form of calcium 
carbonate. It is used in making calcium 
compounds, carbon dioxide, and cement. 


lime water A solution of calcium 
hydroxide in water. If carbon dioxide is 
bubbled through lime water a milky 
Precipitate of calcium carbonate forms. 
Prolonged bubbling of carbon dioxide 
turns the solution clear again as a result 
Of the formation of calcium hydrogen- 
carbonate (Ca(HCOs)2). 


line spectrum A spectrum composed of 
a number of discrete lines correspon- 
ding 16 single wavelengths of emitted or 
absorbed radiation. Line spectra are 
Produced by atoms or simple (mona- 
tomic) ions in gases. Each line corres- 
Ponds to a change in electron orbit, with 
emission or absorption of radiation. See 
also spectrum. 


liquiq The state of matter in which the 
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lithium 


particles of a substance are loosely 
bound by intermolecular forces. The 
weakness of these forces permits 
movement of the particles and con- 
sequently liquids can change their shape 
within a fixed volume. +The liquid state 
lacks the order of the solid state. Thus, 
amorphous materials, such as glass, in 
which the particles are disordered and 
can move relative to each other, can be 
classed as liquids 


liquid air A pale blue liquid. It is a 
mixture of liquid oxygen (boiling at 
-182.9°C) and liquid nitrogen (boiling 
at -195.7°C). 


litharge See lead(II) oxide. 
lithia See lithium oxide. 


lithia water See lithium hydrogencar- 
bonate. * 


lithium A light silvery moderately reac- 
tive metal; the first member of the alkali 
metals (group I of the periodic table). It 
occurs in a number of complex silicates, 
such as spodumene, lepidolite, and 
petalite, and a mixed phosphate, 
tryphilite. It is a rare element accoun- 
ting for only 0.0065% of the Earth's 
crust. Lithium ores are treated with 
concentrated sulphuric acid and lithium 
sulphate subsequently separated by 
crystallization. The element is obtained 
by conversion to the chloride and 
electrolysis of the fused chloride or of 
solutions of LiCl in pyridine. 
Lithium has the electronic configuration 
1522s! and is entirely monovalent in its 
chemistry. The lithium ion is, however, 
much smaller than the ions of the other 
alkali metals; consequently it is polar- 
izing and a certain degree of covalency 
occurs in its bonds. Lithium also has the 
highest ionization potential of the alkali 
metals. 
+The element reacts with hydrogen to 
form lithium hydride, LiH, a colourless 
high-melting solid, which releases hydro- 
gen at the anode during electrolysis 
(confirming the ionic nature Li*H-). 
The compound reacts with water to 


lithium aluminium hydride 


release hydrogen and is also frequently 
used as a reducing agent in organo- 
metallic synthesis. Lithium reacts with 
oxygen to give Li;O (sodium gives the 
. peroxide) and with nitrogen to form 
LiN on fairly gentle warming. The 
metal itself. reacts only slowly with 
water, giving the hydroxide (LiOH) but 
lithium oxide reacts much more 
vigorously to give again the hydroxide; 
the nitride is hydrolysed to ammonia. 
The metal reacts with halogens to form 
halides (LiX). Apart from the fluoride 
the halides are readily soluble both in 
water and in oxygen-containing organic 
solvents. In this property lithium partly 
resembles magnesium which has a 
similar charge/size ratio. Compared to 
the other carbonates of group I, lithium 
carbonate is thermally unstable decom- 
posing to Li;O and CO». This is because 
the small Li* ion leads to particularly 
high lattice energies favouring the 
formation of Li;O. 
Lithium also forms a wide range of 
alkyl- and aryl-compounds with organic 
compounds, which are particularly 
useful in organic synthesis, 
Lithium compounds impart a character- 
istic purple colour to flames. 
Symbol: Li; m.p. 179°C; b.p. 1336°C; 
r.d. 0.82; p.n. 3; r.a.m. 6.9. 


lithium aluminium hydride See lithium 
tetrahydridoaluminate( III). 


lithium carbonate (Li,CO;) A white 
solid obtained by the addition of excess 
sodium carbonate solution to a solution 
of a lithium salt. It is soluble in the 
presence of excess carbon dioxide, 
forming lithium hydrogencarbonate, If 
heated (to 780°C) in a stream of hydro- 
gen it undergoes thermal decomposition 
to give lithium oxide and carbon dioxide. 
{Lithium carbonate forms monoclinic 
crystals and differs from the other group 
I carbonates in being only sparingly 
soluble in water. It has a close 
resemblance to the carbonates of 
magnesium and calcium — an example 
of a diagonal relationship in the periodic 
table. 


lithium chloride (LiCl) A white solid 
produced by dissolving lithium carbon- 
ate or oxide in dilute hydrochloric acid 
and crystallizing the product. Below 
19°C the dihydrate (LiCL2H;O) is 
obtained; at 19°C the chloride loses one 
molecule of water and becomes anhy- 
drous at 93.5°C. Lithiun. chloride is 
used as a flux in welding aluminium. 
+The compound forms cubic crystals; 
the anhydrous salt is isomorphous with 
sodium chloride. It dissolves in such 
organic solvents as alcohols, ketones, 
and esters. Lithium chloride is probably 
the most deliquescent substance known 
and forms hydrates with 1, 2, and 3 
molecules of water. 


lithium hydride (LiH) A white crystal- 
line solid produced by direct combina- 
tion of the elements at a temperature 
above 500°C. Electrolysis of the fused 
salt yields hydrogen at the anode. 
Lithium hydride reacts violently with 
water to give lithium hydroxide and 
hydrogen; the reaction is highly exother- 
mic. The compound is used as a reducing 
agent and in the preparation of other 
hydrides. tLithium hydride has a cubic 


structure and is more stable than the 
group I hydrides, 


lithium hydrogencarbonate (LiHCO;) 
A compound known only in solution, 
Produced by the action of carbon 
dioxide, water, and lithium carbonate. 
When a solution of the hydrogencar- 
bonate is heated, carbon dioxide and 
lithium carbonate are produced, Solu- 
tions of the hydrogencarbonate are sold 


and used in medicine under the name of 
lithia water, 


lithium hydroxide (LiOH) A white solid 
made industrially as the monohydrate 
(LiOH.H;O) by reacting lime with a 
lithium ore or with a salt made from the 
ore. Lithium hydroxide has a closer 
resemblance to the group II hydroxides 
than to the group I hydroxides, 


lithium oxide (lithia, LiyO) A white 
.Solid produced by burning metallic 
lithium in air above its melting point. It 
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can also be produced by the thermal 
decomposition of the carbonate or 
hydroxide. Lithium oxide reacts slowly 
with water forming a solution of lithium 
hydroxide; the reaction is exothermic. 


TThe oxide has a calcium-fluoride struc- 
ture, 


lithium sulphate (Li;SO;) A white solid 
Prepared by the addition of excess 
lithium oxide or carbonate to a solution 
of sulphuric acid. It is readily soluble in 
water from which it crystallizes as the 
Monohydrate. *In contrast to the other 
Broup I sulphates it does not form alums 
and it is not isomorphous with these 
other sulphates. 


lithium | tetrahydridoaluminate(11I) 
(lithium aluminium hydride, LiAIH,) 
TA white solid produced by action of 
lithium hydride on aluminium chloride, 
the hydride being in excess. Lithium 
letrahydridoaluminate reacts violently 
With water. It is a powerful reducing 
Bent, reducing ketones and carboxylic 
acids to their corresponding alcohols. In 
Inorganic chemistry it is used in the 
Preparation of hydrides. 


litmus A natural pigment that changes 
Colour when in contact with acids and 
alkalis; above a pH of 8.3 it is blue and 

low a pH of 4.5 it is red. Thus it gives 
3 rough indication of the acidity or 

asicity of a solution; because of its 
Tather broad range of colour change it is 
NOt used for precise work. Litmus is 
kied both in solution and as litmus 


litre Symbol: 1 A unit of volume now 
mined as 107 metre; i.e. 1000 cm’. 


the, Millilitre (ml) is thus the same as 
the cubic centimetre (cm*). However, 

© name is not recommended for precise 
fong rements since the litre 1 we 
kilo erly defined as the volume o oF 
sta eram of pure water at 4°C an 
one dard Pressure. On this definition, 
en litre is the same as 1000.028 cubic 
timetres, 


ae À 
"iation The process of separating 
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lowering of vapour pressure 


soluble components from a mixture by 
washing them out with water. 


localized bond A bond in which the 
electrons contributing to the bond 
remain between the two atoms concer- 
ned, i.e. the bonding orbital is localized. 
The vast majority of bonds are of this 
type. Compare delocalized bond. 


lone pair A pair of valence electrons 
having opposite spin that are located 
together on one atom, i.e. are not shared 
as in a covalent bond. Lone pairs occupy 
similar positions in space to bond pairs 
and account for the shapes of molecules. 
+A molecule with a lone pair can donate 
this to an electron acceptor, such as H * 
or a metal ion, to form coordinate bonds. 
See complex, Lewis base. 


long period See period. 


lowering of vapour pressure A 
colligative property of solutions in which 
the vapour pressure of a solvent is 
lowered as a solute is introduced. When 
both solvent and solute are volatile the 
effect of increasing the solute concen- 
tration is to lower the partial vapour 
pressure of each component. When the 
solute is a solid of negligible vapour 
pressure the lowering of the vapour 
pressure of the solution is directly 
proportional to the number of species 
introduced rather than to their nature 
and the proportionality constant is 
regarded as a general solvent property. 
Thus the introduction of the same 
number of moles of any solute causes 
the same lowering of vapour pressure, if 
dissociation does not occur. If the solute 
dissociates into two species on dis- 
solution the effect is doubled. f 
+The kinetic model for the lowering of 
vapour pressure treats the solute mole- 
cules as occupying part of the surface of 
the liquid phase and thereby restricting 
the escape of solvent molecules. The 
effect can be used in the measurement of 
relative molecular masses, particularly 
for large molecules, such as polymers. 


See also Raoult's law. 


Lowry-Brénsted theory 
Lowry -Brénsted theory 7See acid. 


lumen Symbol: lm +The SI unit of 
' luminous flux, equal to the luminous 
flux emitted by a point source of one 


candela in a solid angle of one.steradian. 
lim = 1 cdsr. 


luminescence The emission of radiation 
from a substance in which the particles 
have absorbed energy and gone into 
excited states. They then return to lower 
energy states with the emission of 
electromagnetic radiation. If the lum- 
inescence persists after the source of 
excitation is removed it is called phos- 
phorescence; if not, it is called 
fluorescence. 


lutetium A silvery element of the 
lanthanoid series of metals. It occurs in 
association with other lanthanoids. One 
of its few uses is as a catalyst. 
Symbol: Lu; m.p. 1663°C; b.p. 3395°C; 
r.d. 9.84; p.n. 71; r.a.m. 174.97. 


lux Symbol: Ix The SI unit of illumina- 
tion, equal to the illumination produced 
by a luminous flux of one lumen falling 


on a surface of one square metre, 1 Ix — 
1 Im m7? 


Lyman series tA series of lines in the 
ultraviolet spectrum emitted by excited 
hydrogen atoms. They correspond to.the 
atomic electrons falling into the lowest 
energy level and emitting energy as 
radiation. The wavelength (A) of the 
radiation in the Lyman series is given 

by 

1/A = R(1/1? - 172m) 
where n is an integer and R is the 


Rydberg constant. See also spectral 
series. 


lyophilic Solvent attracting. When the 
solvent is water, the word hydrophilic is 
often used. The terms are applied to: 
(1) Ions or groups on a molecule. In 
aqueous or other polar solutions ions or 
polar groups are lyophilic. For example, 
the -COO- group on a soap is the 
lyophilic (hydrophilic) part of the mole- 
cule. A 
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(2) The disperse phase in colloids. In 
lyophilic colloids the dispersed particles | 
have an affinity for the solvent, and the 
colloids are generally stable. 

Compare lyophobic. 


lyophobic Solvent repelling. When the 
solvent is water, the word hydrophobic 1S | 
used. The terms are applied to: 
(1) Ions or groups on a molecule. In 
aqueous or other polar solvents, the 
lyophobic group will be non-polar. For| 
example, the hydrocarbon group On E 
soap molecule is the lyophobic (hydro 
phobic) part. 
(2) *The disperse phase in colloids. i 
lyophobic colloids the dispersed part! | 
cles are not solvated and the colloid 55 
easily solvated. Gold and sulphur sob 
are examples. 
Compare lyophilic. 


lysine tSee amino acids. 


M 


+ ell 
macromolecule A large molecule; i4 
natural or synthetic polymer. 


i 
macromolecular crystal A cryst 
composed of atoms joined together ^, 
covalent bonds, which form giant thr " 
dimensional or two-dimensional ff 
works. Diamond is an example % 
macromolecular crystal. 


magnesia Sce magnesium oxide. 


3 ssi! 
magnesite.A mineral form of magn’! 
carbonate, MgCO,. 


NI 

magnesium A light metallic elemen iH 
second member of group II © ! 
periodic table (the alkaline earths) 
has the electronic configuration O' of 
with two additional outer 3s elec!” j 
The element accounts for 2.09% ?' 


` f j 
Earth's crust and is eighth in ord? 


abundance. It occurs in a wide variety 
of minerals such as brucite (Mg(OH);), 
carnallite (MgCl;.KCI.6H;O), epsomite 
(MgSO,7H;O), magnesite (MgCO;), 
and dolomite (MgCO;.CaCO;); and also 
as MgCl, in sea water. The metal is 
Obtained by several routes, depending 
on the mineral used, but all leading to 
the chloride, followed by electrolysis of 
the fused chloridc. 

e element has a fairly low ionization 
Potential and is an electropositive 
element. It reacts directly with oxygen, 
Nitrogen, and sulphur on heating, to 
form the oxide, MgO, the nitride, MgN;, 
and the sulphide MgS, all of which are 
hydrolysed by water to give the 
hydroxide. 

Aagnesium halides are also formed by 
direct reaction with the halogen but 
Show a slight deviation in the general 

aviour by dissolving normally in 
Water and only undergoing significant 
hydrolysis when solutions are evapora- 


MgX, + 2H,0 > Mg(OH): + 2HX 
agnesium hydroxide is considerably 
less soluble than the hydroxides of the 
eavier elements in group II and is a 
Weaker base. It forms a soluble sulphate, 
chlorate, and nitrate. Like the heavier 
alkaline earths, magnesium forms an 
insoluble carbonate, but MgCO; is the 
last thermally stable of the group. 
nlike calcium, it does not form a 
Carbide. 
Magnesium metal is industrially impor- 
ant as a major component in light- 
eight alloys (with aluminium and zinc). 
© metal surfaces develop an imper- 
vious oxide film which protects them 
Hey Progressive deterioration. > 
Because of its ionic nature magnesium 
Orms very few coordination compounds. 
E OnOr-acceptor species in aqueous 
lutions are short-lived, but magnesium 
TOmide and iodide have sufficient 
acceptor properties to dissolve in donor 
Vents such as alcohols and ketones: 
Magnesium appe t eam een 
bey for life, occurring in chlor 
The Organometallic 


ma compounds 
Bnesium are important 


of 
t in synthetic 
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magnesium hycroxide 


organic chemistry; magnesium forms 
Grignard reagents, RMgX, and related 
di-alkyls, RMg, by reaction of the metal 
directly with the alkyl bromide or iodide. 
The element crystallizes with the close- 
packed hexagonal structure. 

Symbol: Mg; m.p. 651°C; b.p. 1107°C; 
r.d. 1.74; p.n. 12; r.a.m. 24.3. 


magnesium bicarbonate See mag- 
nesium hydrogencarbonate. 


magnesium carbonate (MgCO;) A 
white solid that occurs naturally as the 
mineral magnesite and in association 
with calcium carbonate in dolomite. 
Magnesium carbonate is sparingly 
soluble in water but reacts with dilute 
acids to give the salt, carbon dioxide, 
and water. Because of this it is used in 
medicine as a mild antacid. Magnesium- 
carbonate also decomposes easily to 
give magnesium oxide, which is an 
important refractory material. It is also 
mixed with asbestos and used to cover 


hot pipes. 


magnesium chloride (MgCl) A solid 
that exists in a variety of hydrated 
forms, most commonly as the hexahy- 
drate, MgCl;.6H;O. When heated, this 
hydrated form is hydrolysed by its water 
of crystallization, with the evolution of 
hydrogen chloride and the formation of 
the oxide: 

MgCl; + H;O > MgO + 2HCI 

The anhydrous chloride must therefore 
be prepared by evaporating an aqueous 
solution in an atmosphere of hydrogen 
chloride. It is used in the preparation of 
cotton fabrics. 


magnesium hydrogencarbonate (mag- 
nesium bicarbonate, Mg(HCO;)) The 
solid hydrogencarbonate is unknown at 
room temperature. The compound is 
produced in solution when water 
containing carbon dioxide dissolves 
magnesium carbonate: 
MgCO; + H20 + Co; Mg(HCO;); 
It is a cause of temporary hardness in 
water. 


magnesium hydroxide (Mg(OH):) A 


magnesium oxide 


white solid that dissolves sparingly in 
water to give an alkaline solution. It can 
be prepared by adding an alkali to a 
soluble magnesium compound. Mag- 
nesium hydroxide is used in medicine as 
an antacid. 


magnesium oxide (magnesia, MgO) A 
white solid that occurs naturally as the 
mineral periclase. It can be prepared by 
heating magnesium in oxygen or by 
decomposition of magnesium hydroxide, 
carbonate, or nitrate. Magnesium oxide 
is weakly basic because of the attraction 
of the oxide ions for protons from water 
molecules: 

O* + H,0 > 20H- 
Magnesium oxide melts at 2800°C and 
is widely used as a refractory lining for 
metal, glass, and cement furnaces, 


magnesium peroxide (Mg;O:;) +A white 
insoluble solid prepared by reacting 
Sodium or barium peroxide with a 
concentrated solution of a magnesium 
salt. Magnesium peroxide is used asa 
bleach for dyestuffs and silks. 


magnesium sulphate (MgSO,) A solid 
that occurs naturally in many salt 
deposits in combination with other 
minerals. One hydrated form, MgSO,. 
7H,0, is known as Epsom salt. Epsom 
salt is made on a commercial scale by 
reacting magnesium carbonate with 
sulphuric acid. Magnesium sulphate is 
used as a purgative drug and as an 
antidote for barium and barbiturate 
poisoning. It is also used in the dyeing 
and sizing of textiles, in man-made fibre 
Production, and as a source of 
magnesium in fertilizers. 

. 


magnetic quantum number +See atom. 


magnetism The study of the nature and 
cause of magnetic force fields, and how 
different substances are affected by them. 
Magnetic fields are produced by moving 
charge — on a large scale (as with a 
current in a coil, forming an electro- 
magnet), or on the small scale of the 
moving charges in the atoms. It is 
generally assumed that the Earth's 


magnetism and that of other planets, 
stars, and galaxies have the same cause. 
Substances may be classified on the 
basis of how samples interact with fields. 
Different types of magnetic behaviour 
result from the type of atom. Diamag- 
netism, which is common to all substan- 
ces, is due to the orbital motion of 
electrons. Paramagnetism is due to 
electron spin, and a property of materials 
containing unpaired electrons. It 1s 
particularly important in transition- 
metal chemistry, in which the complexes 
often contain unpaired electrons. Mag- 
netic measurements can give information 
about the bonding in these complexes. 
Ferromagnetism, the strongest effect, 
also involves electron spin and the 


alignment of Magnetic ‘moments in 
domains. 


malachite A green mineral consisting of 
copper(II) carbonate and hydroxide 
(CuCO;.Cu(OH),). It is used as an ore 
and a pigment. 


maleic acid +See butenedioic acid. 


maltose (CHO) A sugar found in 
germinating cereal seeds. It is a disac- 
charide composed of two glucose units. 
Maltose is an important intermediate in 
the enzyme hydrolysis of starch. It is 
further hydrolysed to glucose. 


manganate(VI) +A salt containing the 
ion MnO,?- 


manganate( VII) (permanganate) tA 
salt containing the ion MnO,-. Man- 
ganate(VII) salts are purple, and strong 
oxidizing agents, In basic solutions the 
k green manganate( VI) ion is formed 


manganese A transition metal occurring 
naturally as oxides, eg. pyrolusite 
(MnO)). Its main use is in alloy steels 
made by adding pyrolusite to iron ore i? 
an electric furnace, Manganese decom” 
Poses cold water and dilute acids to giv” 
hydrogen and reacts with oxygen an 
nitrogen when heated, The oxidatio? 
Slates are +7, +6, +4, and (the mos 
stable) +2. Manganese(II) salts are pal? 
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pink and with alkali the solutions 
precipitate manganese(II) hydroxide, 
which rapidly oxidizes in air to brown 
manganese(III) oxide. 

Symbol: Mn; m.p. 1244°C; b.p. 2040°C; 
T.d. 7.4; p.n. 25; r.a.m. 54.94. 


manganese dioxide See manganese(IV) 
oxide. 


Manganese(II) oxide —(manganous 
oxide, MnO) A green powder prepared 
by heating manganese(II) carbonate or 
Oxalate in the absence of air. Alter- 
natively it may be prepared by heating 
the higher manganese oxides in a stream 
of hydrogen. Manganese(II) oxide is a 
basic oxide and is almost insoluble in 
water, At high temperatures it is reduced 
by hydrogen to manganese. On exposure 
to air, manganese(II) oxide rapidly 
oxidizes, tManganese(II) oxide has a 


Crystal lattice similar to “that of 
Sodium(I) chloride. 
Manganese(III) oxide ^ (manganic 


Oxide, manganese sesquioxide, Mn;O:) 
A black powder obtained by igniting 
Manganese(IV) oxide or a man- 
Banese(II) salt in air at 800°C. It reacts 
Slowly with cold dilute acids to form 
Manganese(III) salts. Manganese(III) 
Oxide occurs in nature as braunite 
GMn;O,.MnSiO;), and the monohy- 
drate (Mn,O,H;O) occurs in the 
mineral manganite. +The mangane- 
Se(III) oxide crystal lattice contains 

n+ and O?- ions. With concentrated 
alkalis, it undergoes disproportionation 
to give manganese(II) and man- 
8anese(IV) ions. 


™anganese(IV) oxide (manganese 
oxide, MnO;) A black powder 
Prepared by the action of heat on 
manganese(II) nitrate. Hydrated forms 
WON naturally as the minerals pyro- 
usite and wad (a less pure form). 
wainBanese(IV) oxide is insoluble in 
qus It is a powerful oxidizing agent: 
iis with hot concentrated hydro- 
With. acid to produce chlorine an 
The vam sulphuric acid to give oxygen. 

© dihydrate (MnO».2H;0) is formed 


Markovnikoff’s rule 


when potassium permanganate is redu- 
ced in alkaline solution. It is used as a 
catalyst in the laboratory preparation of 
chlorine, as a depolarizer in electric dry 
cells, and in the glass industry. fAt 
500-600°C, manganese(IV) oxide dec- 
omposes to give manganese(III) oxide 
and trimanganese tetroxide. It has a 
good electrical conductivity. 


manganese sesquioxide See man- 
ganese(III) oxide. 


manganic oxide See manganese(III) 
oxide. 


manganous oxide See manganese(II) 
oxide. 


mannose (C6H0) A simple sugar 
found in many polysaccharides, {It is an 
aldohexose, isomeric with glucose. 


manometer A device for measuring 
pressure. A simple type is a U-shaped 
glass tube containing mercury or other 
liquid. The pressure difference between 
the arms of the tube.is indicated by the 
difference in heights of the liquid. 


marble A dense mineral form of calcium 
carbonate (CaCO;), formed from lime- 
stone. 


Markovnikoff's rule {A rule that 
predicts the quantities of the products 
formed when an acid (HA) adds to the 
double bond in an alkene. If the alkene 
is not symmetrical two products may 
result; for instance (CH3);C:CH; can 
yield either (CH;);HCCH2A or (CH3);- 
'ACCH,. The rule states that the major 
product will be the one in which the 
hydrogen atom attaches itself to the 
carbon atom with the larger number of 
hydrogen atoms. In the example above, 
therefore, the major product is (CH3); 
ACCH,. Y MU 
The Markovnikoff rule is explainable if 
the mechanism is ionic. The first step is 
addition of H * to one side of the double 
bond, forming a carbonium ion. The 
more stable form of carbonium ion will 
be the form in which the positive charge 
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marsn ga» 


appears on the carbon atom with the 
largest number of alkyl groups — thus 
the hydrogen tends to attach itself to the 
Other carbon. The positive charge is 
partially stabilized by the electron- 
releasing (inductive) effect of the alkyl 
groups. 

Additions of this type do not always 
follow the Markovnikoff rule. Under 
certain conditions the reaction may 
involve the free radicals H- and A, in 
which case the opposite (anti-Markovni- 
koff) effect occurs. 


marsh gas Methane produced in marshes 
by decomposing vegetation. 


mass Symbol: m A measure of the quan- 
tity of matter in an Object. Mass is 
determined in two ways: the inertial 
mass of a body determines its tendency 
to resist change in motion; the gravita- 
tional mass determines its gravitational 
attraction for other masses. The SI unit 
of mass is the kilogram. 


mass action, law of See law of mass 
action. 


mass-energy equation The equation E 
= mc, where E is the total energy 
(rest-mass energy + kinetic energy + 
potential energy) of a mass m, c being 
the velocity of light. The equation is a 
consequence of Einstein's Special theory 
of relativity; mass is a form of energy 
and energy also has mass. Conversion of 
Test-mass energy into kinetic energy is 
the source of Power in radioactive 
Substances and the basis of nuclear- 
power generation. 


mass number See nucleon number. 


mass spectrometer tAn instrument for 
producing ions in a gas and analysing 
them according to their charge/mass 
ratio. The. earliest experiments by J. J, 
Tkomson used a stream of Positive ions 
from a discharge tube, which were 
deflected by parallel electric and 
Magnetic fields at right angles to the 
beam. Each type of ion formed a 
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Parabolic trace on a photographic plate 
(a mass Spectrograph). 

In modern instruments, the ions are 
Produced by ionizing the gas with 
electrons. The positive ions are accelera- 
ted out of this ion source into a high- 
vacuum region. Here, the stream of ions 
is deflected and focused by a combina- 
tion of electric and magnetic fields, 
which can be varied so that different 
types of ion fall on a detector, In this 
way, the ions can be analysed according 
to their mass, giving a mass spectrum of 
the material. Mass spectrometers are 
used for accurate measurements of 
relative atomic mass and for analysis of 
isotope abundance. They can also be 
used to identify compounds and analyse 
mixtures. An organic compound bom- 
barded with electrons forms a number 
of fragment ions. (Ethane (C2H6), for 
instance, might form CH*, CH; 
CH)*, etc.) The relative proportions of 
different types of ions is used to find the 
Structure of . new compounds. The 
characteristic spectrum can also identify 
compounds by comparison with stan- 
dard spectra. 


mass spectrum +See mass spectrometer. 


matrix tA continuous solid phase in 


Which particles of a different solid phase 
are embedded. 


matte TA mixture of iron and copper 
sulphides obtained at an intermediate 
stage in smelting copper ores. 


maxwell Symbol: Mx +A unit of 
magnetic flux used in the c.g.s. system. 
It is equal to 10-8 Wb. 


mechanism A step-by-step description of 
the events taking place in a chemical 
reaction. *It is a theoretical framework 
accounting for the fate of bonding 

electrons and illustrates which bonds 

are broken and which are formed. For 

example, in the chlorination of methane 

to give chloromethane: 

Step 1 


CCl 5 2CI 
step 2 


Cl + CH; 5 HCl + CH; 
Step 3 
CH; + Cl:Cl 2. CH;Cl + Cl 


mega- Symbol: M A prefix denoting 10°. 
For example, 1 megahertz (MHz) = 
10° hertz (Hz). 


melting (fusion) The process by which a 
solid is converted into a liquid by heat 
Or pressure. 


melting point The temperature at which 
a solid is in equilibrium with its liquid 
Phase at standard pressure and above 
Which the solid melts. This temperature 
is always the same for a particular solid. 
tlonically bonded solids generally have 
much higher melting points than those 
in which the forces are covalent or 
intermolecular. 


membrane A thin pliable sheet of tissue 
Or other material acting as a boundary. 
The membrane may be either natural 
(as in cells, skin, etc.) or synthetic 
modifications of natural materials (cellu- 
lose derivatives or rubbers). In many 
Physicochemical studies membranes are 
Supported on porous materials, such as 
Porcelain, to provide mechanical stren- 
8th. Membranes are generally permeable 
to some degree, , 
€mbranes can be prepared to permit 
the Passage of other molecules and 
Micromolecular material. Because of 
Permeability effects, concentration dif- 
erences at a membrane give rise toa 
Whole range of membrane-equilibrium 
Studies, of which osmosis, dialysis, and 
ultra-filtration are examples. 
ee also semipermeable membrane. 


Mendeleyium A radioactive transuranic 
Clement of the actinoid series, not found 
"aturally on Earth, Several short-lived 
Stopes have been synthesized. — 
2X%Mbol: Md; p.n. 101; stablest isotope 

Md (half-life 60 days). 


Mendius reaction +The reduction of the 
usode group to a primary amine group 
ing sodium in alcohol: ~ 


RCN + 2H; > RCH2NH: 


mercu 


It is a methoa of increasing the cha 
length of compounds in ascending 
homologous series. 


mercuric chloride See mercury(I 
chloride. 


mercuric oxide See mercury(11) oxide. 


mercuric sulphide See mercury(I] 
sulphide. 


mercurous chloride See mercury(I 
chloride. 


mercurous oxide See mercury(I) oxide. 


mercurous sulphide See mercury(I 
sulphide, 


mercury A transition metal occurring 
naturally as cinnabar (mercury(II) 
sulphide), The vapour is very poisonous. 
Mercury is used in thermometers, special 
amalgams for dentistry, and in scientific 
apparatus. Mercury compounds are used 
as fungicides, timber preservatives, and 
explosives. 
Symbol: Hg; m.p. -61°C; b.p. 357°C; 
r.d. 13.5; p.n. 80; r.a.m. 200.59, See 
amalgam, zinc group. 


mercury cell +A voltaic or electrolytic 
cell in which one or both of the 
electrodes consists of mercury or an 
amalgam. Amalgam electrodes are used 
in the Daniell cell and the Weston 
cadmium cell. Flowing mercury electro- 
des are also used in electrolytic cells. In 
the production of chlorine, sodium 
chloride solution is electrolysed in a cell 
with carbon anodes and a flowing 
mercury cathode. At the Cathode, 
sodium metal is formed, which forms an 
amalgam with the mercury. 


mercury(I) chloride (mercurous chlor- 
ide, calomel, Hg;Cl;) A white precipitate 
prepared by adding dilute hydrochloric 
acid to a mercury(I) salt solution or by 
subliming mercury(I) chloride with 
mercury. Mercury(I) chloride is spar- 
ingly soluble in water and is blackened 


mercury 


by both ammonia gas, which it absorbs, 
and by alkalis. It is used as a purgative. 


mercury(II) chloride (mercuric chlor- 
ide, HgCl) A colourless crystalline 
compound prepared by direct combina- 
tion of mercury with cold dry chlorine. 
Mercury(II) chloride is soluble in water; 
it also dissolves in concentrated hydro- 
chloric acid due to the formation of 
complex ions, HgCl;?" and HgCl;~. On 
heating, mercury(II) chloride sublimes 
forming a white translucent mass. It is 
extremely poisonous, but in dilute 
solution (1:1000) it is used as an 
antiseptic. 


mercury(I) oxide (mercurous oxide, 
Hg;O) t(There is some doubt as to the 
existence of this compound.) The black 
precipitate formed on addition of sodium 
hydroxide solution to a solution of 
mercury(I) nitrate is thought by some to 
be mercury(I) oxide; others, who doubt 
its existence, think that the blackness of 
the precipitate is due to some free 
mercury. X-ray examination of this 
black compound has shown it to be an 
intimate mixture of mercury(Il) oxide 
and mercury. 


mercury(II) oxide (mercuric oxide, 
HgO) A poisonous compound formed 
as a yellow powder by the addition of 
sodium(I) hydroxide to a solution of 
mercury(II) nitrate or as a red solid by 
heating mercury at 350°C for a long 
time. The difference in colour is simply 
one of particle size. If the oxide is 
strongly heated it decomposes to give 
mercury and oxygen. 


mercury(I) sulphide (mercurous sul- 
phide, Hg;S) (There is some doubt as to 
the existence of this compound.) +The 
brownish black precipitate formed when 
mercury is treated with cold concen- 
trated sulphuric acid for a long time is 
thought to be mercury(I) sulphide. 
Alternatively it may be prepared by the 
action of hydrogen sulphide or an 
alkaline sulphide on a mercury(I) salt 
solution. As soon as the mercury(I) 
sulphide has been formed it dispro- 


portionates to give mercury(II) sulphide 
and mercury. 


mercury(II) sulphide (mercuric sul- 
phide, vermilion, HgS) A compound 
that occurs in nature as the minerals 
cinnabar (a red solid) and metacinnabar 
(a black solid). It is prepared as a black 
precipitate by the action of hydrogen 
sulphide on a soluble mercury(II) salt 
solution. On heating, mercury(II) 
sulphide sublimes and becomes red. It is 
insoluble in dilute hydrochloric and 
nitric acids but will dissolve in concen- 
trated nitric acid and aqua regia. 
Mercury(II) sulphide is used as the 
pigment vermilion. 


meso-form +See optical activity. 


meta- 1. Designating a benzene 
compound with substituents in the 1,3 
positions. The position on a benzene 
ting that is two carbon atoms away 
from a substituent is the meta position- 
This was used in the systematic naming 
of benzene derivatives. For example, 
meta-dinitrobenzene (or m-dinitroben- 
zene) is 1,3-dinitrobenzene. 
2. fCertain acids regarded as formed 
from an anhydride and water are name 
meta acids to distinguish them from the 
more hydrated ortho acids. For exam" 
ple, H;SiO; (SiO; + H,O) is metasilici¢ 
acid; H4SiO, (SiO; + 2H;O) is orthosili- 
cic acid. 
See also ortho-, para-. 


metabolism The chemical reactions that 
take place in cells. The molecules taking 
Part in these reactions are terme 
metabolites. Metabolic reactions charac 
teristically occur in small steps tha 
together make up a metabolic path í 
They involve the breaking down es 
molecules to provide energy (catabO 5 
ism) and the building up of mos 
complex molecules and structures ff 
simpler molecules (anabolism). 


p t 
metabolite A substance that takes P^ 
ina metabolic reaction, either as reac. 
or product. Some are synthesized Wi! 
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the organism itself, while others have to 
be taken in as food. 


metal See metals. 
metaldehyde +See ethanal. 


metallic bond A bond formed between 
atoms of a metallic element in its zero 
oxidation state and in an array of similar 
atoms. The outer electrons of each atom 
are regarded as contributing to an 
'electron gas', which occupies the whole 
crystal of the metal. It is the attraction 
Of the positive atomic cores for the 
negative electron gas that provides the 
Strength of the metallic bond. 
TQuantum mechanical treatment of the 
electron gas restricts its energy to a 
Series of 'bands'. It is the behaviour of 
electrons in these bands that gives rise 
to semiconductors. 


metallic crystal A crystal formed by 
Metal atoms in the solid state. Each 
atom contributes its valence (outer) 
electrons to a 'sea' of electrons, which 
are free to migrate through the solid, 
and the ions remaining are arranged in a 
lattice. The ability of electrons to move 
through the lattice accounts for the 
electrical and thermal conductivity of 
metals, 


metallocene +A sandwich compound in 
Which a metal atom is coordinated to 
two cyclopentadienyl ions. Ferrocene 
(Fe(C;H;);) is the commonest example. 


metalloid Any of a class of chemical 
Clements that are intermediate in proper- 
lies between metals and noh metals 
Xamples are germanium, arsenic, an 
tellurium, mium 
ere is, in fact, no clear-cut distinction 
tween metals and non-metals. In the 
Periodic table, there is a change from 
Metallic to non-metallic properties 
across the table, and an increase !n 
qitallic properties down a EOWP. 
Onsequently there is a diagonal re 


T Ound the centre of the table d ue 
e) i à i o! 
4 In which there is a and the 


een metals and non-metals, 


metastable state 


metalloids are the borderline cases. 
Elements such as germanium, arsenic, 
and tellurium are semiconductors, but 
other elements are often said to be 
metalloids according to their chemical 
properties. Tin, for instance, forms salts 
with acids but also forms stannates with 
alkalis. Its oxide is amphoteric. Note 
also that tin has metallic (white tin) and 
non-metallic (grey tin) allotropes. 


metallurgy The study of metals, 
especially methods of extracting metals 
from their ores and the formation and 
properties of alloys. 


metals Any of a class of chemical 
elements with certain characteristic 
properties. In everyday usage, metals 
are elements (and alloys) such as iron, 
aluminium, and copper, which are 
lustrous malleable solids — usually good 
conductors of heat and electricity. Note 
that this is not a strict definition — 
some metals are poor conductors, 
mercury is a liquid, etc. 
In chemistry, metals are distinguished 
by their chemical properties, and there 
are two main groups. Reactive metals, 
such as the alkali metals and alkaline- 
earth metals, are electropositive ele- 
ments. They are high in the electro- 
chemical series and tend to form 
compounds by losing electrons to give 
positive ions. They have basic oxides 
and hydroxides. This typical metallic 
behaviour decreases across the periodic 
table and increases down a group in the 
table. 
The other type of metals are the tran- 
sition elements, which are less reactive, 
have variable valences, and tend to form 
complexes. In the solid and liquid states 
metals have metallic bonds, formed by 
positive ions with free electrons. 
See also metalloid, non-metal. 


metastable species łAn excited state of 
an atom, ion, or molecule, that has a 
relatively long lifetime before reverting 
to the ground state. Metastable species 
are intermediates in some reactions. 


metastable state 7A condition of a 
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metathesis 


system or body in which it appears to be 
in stable equilibrium but, if disturbed, 
can settle into a lower energy state. For 
example, supercooled water is liquid 
below 0°C (at standard pressure). When 
a small crystal of ice or dust (for exam- 
ple) is introduced, rapid freezing occurs. 


metathesis Double decomposition. 


CH, 
o^ No 


RUE „h 
Oo 
Methanal trimer 


methanal (formaldehyde, HCOH) A 
colourless gaseous aldehyde. It is 
manufactured by the oxidation of 
methanol (500°C and a silver catalyst) 

2CH;OH + O,-+2HCOH + 2H;O 
The compound is used in the manufac- 
ture of urea-formaldehyde resins. A 
solution of methanal (40%) in water is 
called formalin. It is extensively used as 
a preservative for biological specimens. 
If an aqueous solution of methanal is 
evaporated a polymer — polymethanal 
— is formed: , 

-O-CH;-O-CH;-O-CH;- 

This was formerly called paraformal- 
dehyde, If methanal is distilled from 
acidic solutions a cyclic methanal trimer 
(C;03H,) is produced. 


methane (CH4) A gaseous alkane. 
Natural gas is about 99% methane and 
this provides an important starting 
material for the organic-chemicals 
industry. Methane can be chlorinated 
directly to produce the more reactive 
chloromethanes, or it can be ‘reformed’ 
by partial oxidation or using steam to 
give mixtures of carbon oxides and 
hydrogen.’ Methane is the first member 
of the homologous series of alkanes. 
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methanoate (formate) A salt or ester of 
methanoic acid. 


methanoic acid (formic acid, HCOOH) 
A liquid carboxylic acid made by the 
action of sulphuric acid on sodium 
methanoate (NaOOCH). It is a strong 
reducing agent. Methanoic acid occurs 
naturally in ants and nettles. 


methanol (methyl alcohol, wood alcohol, 
CHOH) A colourless liquid alcohol, 
which is used as a solvent and in the 
manufacture of  methanal (formal- 
dehyde) for the plastics and drugs 
industries. Methanol was originally . 
produced from the distillation of wood. 
Now it is manufactured by the catalytic 
oxidation of methane from natural gas. 


methionine +See amino acids. 
methoxy group The group CH;O-. 
methyl acetate See methyl ethanoate. 
methyl alcohol See methanol. 


methylated spirits Ethanol to which is 
added methanol (about 9,5%), pyridine 
(about 0.5%), and a blue dye. The 
ethanol is denatured in this way so that 
it can be sold without excise duty for 
use as a fuel and solvent. 


methylation +A reaction in which à 
methyl group (CH;-) is introduced. 
Friedel-Crafts reactions with halo- 
methanes are examples of methylations. 


methylbenzene (toluene, C,H.CH;) A 
colourless liquid hydrocarbon, similar 
to benzene both in structure and proper- 
les. As methylbenzene is much less 
toxic than benzene it is more widely 
used, especially as a solvent. Large 
quantities are required for the manufac- 
ture of TNT (trinitrotoluene). 
+Methylbenzene is itself produced either 
from the fractional distillation of coal 
tar or from methylcyclohexane (a consti- 
tuent of some crude oils): 

CHCH; > CsHsCH, + 3H; 
A. catalyst of aluminium and molyb- 


denum oxides is employed at high 
temperatures and pressures. 


methyl bromide See bromomethane. 
methyl chloride See chloromethane. 
methylene See carbene. 

methylene group +The group :CH;. 


methyl ethanoate (methyl acetate, 
CH;COOCH;) A colourless liquid ester 
With a fragrant odour, used as a solvent. 


methyl ethyl ketone +See butanone. 
methyl group The group CH:-. 
methyl iodide See iodomethane. 


methyl orange An acid-base indicator 
that is red in solutions below a pH of 3 
and yellow above a pH of 4.4. As the 
transition range is clearly on the acid 
Side, methyl orange is suitable for the 
titration of an acid with a moderately 
Weak base, such as sodium carbonate. 


Methylphenols (cresols, HOC,HsCH;) 
Compounds with both methyl and 
Ydroxy| groups substituted onto the 
"Zene ring. There are three isomers, 
With the methyl group in the 2-, 3-, and 

~ Positions, respectively. A mixture of 
the isomers can be obtained from coal 
ar. It is used as a germicide. 


methyl red An acid-base indicator that 
S Ted in solutions below a pH of 4.2 and 
Yellow above a pH of 6.3. It is often 
mc for the same types of titration as 
methyl Orange but the transition range 
thar ethyl red is nearer neutral (pH7) 
c B that of methyl orange. The mole- 
5 are structurally similar. 


m À 
ire Symbol: m The SI base unit of 


le; 
teen defined as the length equal to 
Con, 93-73 wavelengths in vacuum 


m ù i wie n 
the j.Ponding to the transition betwee 


tom, els 2pi and 5d; of the krypton-86 
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miscible 


metric system A system of units based 
on the metre and the kilogram and using 
multiples and submultiples of 10. SI 
units, c.g.s. units, and m.k.s "units are all 
scientific metric systems of units. 


metric ton See tonne. 
mho +See siemens. 


micro- Symbol: y A prefix denoting 10-6. 
For example, 1 micrometre (um) = 10^ 
metre (m). 


micron Symbol: um A unit of length 
equal to 10°° metre. 


microwaves A form of electromagnetic 
radiation, ranging in wavelength from 
about | mm (where it merges with 
infrared) to about 120 mm (bordering 
on radio waves), Microwaves are 
produced by various electronic devices 
including the klyston; they are often 
carried over short distances in tubes of 
rectangular section called wave guides. 
+Spectra in the microwave region can 
give information on the rotational 
energy levels of certain molecules. 
See also electromagnetic radiation. 


milk sugar See lactose. 


milli- Symbol: m A prefix denoting 10-7. 
For example, 1 millimetre (mm) = 107? 
metre (m). 


millimetre of mercury See mmHg. 


mirror image A shape that is identical to 
another except that its structure is 
reversed as if viewed in a mirror. If an 
object is not symmetrical it cannot be 
superimposed on its mirror image. For 
example, the left hand is the mirror 
image of the right hand. 


+A pyrophoric alloy of 


isch metal j : 
ye and other lanthanoids, used in 

lighter flints. 

iscible Denoting combinations of 
m 


substances that, when mixed, give rise to 


Mitscherlich's law 


only one phase; i.e. substances that 
dissolve in each other. 


Mitscherlich’s law (law of isomor- 
phism) +The law stating that substances 
that crystallize in isomorphous forms 
(i.e. have identical crystalline forms and 
form mixed crystals) have similar chemi- 
cal compositions. The law can be used 
to indicate the formulae of compounds. 
For instance, the fact that chromium 
oxide is isomorphous with Fe,O; and 
ALO; implies that its formula is Cr;O;. 


mixture Two or more substances forming 
a system in which there is no chemical 
bonding between. the two. In homo- 
geneous mixtures (e.g. solutions or 
mixtures of gases) the molecules of the 
substances are mixed, and there is only 
one phase. In heterogeneous mixtures 
(e.g. gunpowder or certain alloys) 
different phases can be distinguished. 
Mixtures differ from chemical com- 
pounds in that: 
(1) The chemical properties of the 
components of a mixture are the same 
as those of the pure substances. 
(2) The mixture can be separated by 
physical means (e.g. distillation or 
crystallization) or mechanically. 
(3) The proportions of the components 
can vary. Some mixtures (e.g. certain 
solutions) can only vary in proportions 
between definite limits. 


m.k.s. system A system of units based 
on the metre, the kilogram, and the 
second. It formed the basis for SI units. 


mmHg (millimetre of mercury) A former 
unit of pressure defined as the pressure 
that will support a column of mercury 
one millimetre high under specified 
conditions. It is equal to 133.3224 Pa, 
and is almost identical to the torr. 


molal concentration See concentration. 


molar 1. Denoting a physical quantity 
divided by the amount of substance. In 
almost ali cases the amount of substance 
will be in moles. For example, volume 


(V) divided by the number of moles (n) 
is molar volume Vm = v/n. 

2. A molar solution contains one mole 
of solute per cubic decimeter of solvent... 


molarity A measure of the concentration 
of solutions based upon the number of 
molecules or ions present, rather than 
on the mass of solute, in any particular 
volume of solution. The molarity (M) is 
the number of moles of solute in one 
cubic decimetre (litre). Thus a 0.5M 
solution of hydrochloric acid contains 


0.5 x (1 + 35.5)g HCI per dm? of 
solution. 


mole Symbol: mol The SI base unit of 
amount of substance, defined as the 
amount of substance that contains as 
many elementary entities as there are 
atoms in 0.012 kilogram of carbon-12. 
The elementary entities may be atoms, 
molecules, ions, electrons, photons, etc., 
and. they must be specified. The amount 
of substance is proportional to the 
number of entities, the constant of 
proportionality being the Avogadro 
number. One mole contains 6.022 045 x 
10% entities. One mole of an element 
with relative atomic mass A has a mass 
of A grams (this mass was formerly 
called one gram-atom of the element). 
One mole of a compound with relative 
molecular mass M has a mass of M 
grams (this was formerly called one 
gram-molecule of the compound). 


molecular crystal A crystal in which 
molecules, as opposed to atoms, occupy 
lattice points. Examples include iodine 
and solid carbon dioxide (dry ice). 
Because the forces holding the molecules 
together are weak, molecular crystals 
have low melting points. +When the 
molecules are small, the crystal struc- 
ture approximates to a close-packed 
arrangement. See close packing. 


molecular formula The formula of à 
compound showing the number and 
types of the atoms present in a molecule. 
but. not the arrangement of the atoms- 
For example, C;H,O represents the 
molecular formula both of ethanol 


(C;H;OH) and  methoxymethane 
(CH;OCH,;) The molecular formula 
can only be determined if the molecular 
weight is known. Compare empirical 
formula, structural formula. 


molecularity The total number of reac- 
ting molecules in the individual steps of 
a chemical reaction. Thus, a unimole- 
cular step has molecularity 1, a bimole- 
cular step 2, etc. Molecularity is always 
an integer, whereas the order of a 
reaction need not necessarily be so. The 
Molecularity of a reaction gives no 
information about the mechanism by 
Which it takes place. 


molecular orbital See orbital. 


molecular sieve A substance through 
which molecules of a limited range of 
Sizes can pass, enabling volatile mixtures 
to be separated. Zéolites and other metal 
aluminium silicates can be manufactured 
With pores of constant dimensions in 
their molecular structure. When a 
Sample is passed through a column 
Packed with granules of this material, 
Some of the molecules enter these pores 
and become trapped. The remainder of 
the mixture passes through the inter- 
Stices in the column. The trapped 
Molecules can be recovered by heating. 
lolecular-sieve chromatography is 
Widely used in chemistry and biochemis- 
try laboratories. ; 
ĦA modified form of molecular sieve Is 
Used in gel filtration. The sieve is a 
continuous gel made from 4 poly- 
trechatide. In this case, molecules larger 
an the largest pore size are totally 
*Xcluded from the column. 


Molecular spectrum The absorption or 
emission spectrum that is characteristic 
E: a molecule. Molecular spectra are 
Sually band spectra. 


Molecular weight See relative molecular 
Mass, 
Molecule A particle formed by the 


m mbination of atoms in @ whole 
mber ratio. A molecule of an elemen 


monomer 


(combining atoms are the same, e.g. O2) 
or of a compound (combining atoms are 
different, e.g. HCI) retains the proper- 
ties of that element or compound. Thus, 
any quantity of a compound is a 
collection of many identical molecules. 
Molecular sizes are characteristically 
107? to 107? m. 

+Many molecules of natural products 
are so large that they are regarded as 
giant molecules (macromolecules); they 
may contain thousands of atoms and 
have complex structural formulae that 
require very advanced techniques to 
identify. See also formula, relative 
molecular mass. 


mole fraction {The number of moles of 
a given component in a mixture divided 
by the total number of moles present of 
all the components. The mole fraction 
of component À is 
na/(na + ng + nc + 2EY 
where na is the number of moles of A, 


etc. 


molybdenum A transition element that 
occurs naturally in molybdenite (MoS;). 
It is used in alloy steels and in lamp 
bulbs. The compound ammonium 
molybdate, dissolved in nitric acid, is 
used as a test for phosphates( V). 
Symbol: Mo; m.p. 2620°C; b.p. 4800°C; 
r.d. 10.2; p.n. 42; r.a.m. 95.94. 


monatomic Denoting a molecule, radi- 
cal, or ion consisting of only one atom. 
For example, helium is a monatomic 
gas and H: isa monatomic radical. 


monochlorobenzene +See chloroben- 
zene. 


monoclinic crystal See crystal system. 


monosaccharide A sugar that cannot be 
hydrolysed to simpler carbohydrates of 
smaller carbon content. Glucose and 


fructose are examples. 


monomer The molecule, group, (or 
compound) from which a dimer, trimer, 


or polymer is formed. 
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monotropy 


monotropy The existence of a single 
allotrope of an element that is always 
more stable than the other(s) regardless 
of temperature; phosphorus, for exam- 
ple, exhibits monotropy. +The phase 
diagram for a monotropic element shows 
that one allotrope always has a lower 
vapour pressure than the other(s) at all 
temperatures; this is the stable allotrope. 


mordant An inorganic compound used 
to dye cloth. The mordant (e.g. alumin- 
ium hydroxide or chromium salts) is 
precipitated in the fibres of the cloth, 
and the dye then absorbs in the parti- 
cles. 


Moseley’s law #Lines in the X-ray 
spectra of elements have frequencies 
that depend of the proton number of the 
element. For a set of elements, a graph 
of the square root of the frequency of X- 
ray emission against proton number is a 
straight line (for spectral lines corres- 
ponding to the same transition). 


mother liquor The solution remaining 
after the formation of crystals. 


multicentre bond tA two-electron bond 
formed by the overlap of orbitals from 
more than two atoms (usually 3). The 
bridging in diborane is believed to take 
place by overlap of an Sp! hybrid orbital 
from each boron atom with the Is orbital 
on the hydrogen atom. This multicentre 
bond is called a two-electron three- 
centre bond. The molecule is electron 
deficient. See also electron-deficient 
compounds, á 


multiple bond A bond between two 
atoms involving more than one pair of 
electrons, e.g. a double bond or a triple 
bond. This additional bonding arises 
from overlap of atomic orbitals that are 
perpendicular to the inter-nuclear axis 
and gives rise to an increase in electron 
density above and below the inter- 
nuclear axis. Such bonds are called pi 
bonds (7 bonds). If the sigma bond axis 
is taken as the zaxis (ie. the inter- 
nuclear axis) then overlap of orbitals 
along the x-axis gives rise to a pi bond 
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in the xz plane. Similarly orbitals on the 
y-axis form a pi bond in the yz plane. 


multiple proportions, law of Proposed 
by Dalton in 1804, the principle that 
when two elements A and B combine to 
form more than one compound, the 
weights of B that combine with a fixed 
weight of A are in small whole-number 
ratios. For example, in nitrous oxide, 
N20, nitric oxide, NO, and dinitrogen 
tetroxide, N;O,, the amounts of nitrogen 
combined with a fixed weight of oxygen 
are in the ratio 4:2:1. 


multiple-range indicator See universal 
indicator. 


Mumetal (Trademark) A. magnetic alloy 
containing about 75% nickel, the remain- 
der being iron, copper, and chromium 
and sometimes molybdenum. It is easily 
magnetized and demagnetized, has a 
high permeability, and is used in.trans- 
former cores and electromechanical 
equipment. 


muriate An obsolete name for a chloride; 
€.g. muriate of potash (KCl). 


mutarotation A change in the optical 
rotation of a solution with time. 


nano- Symbol: n A prefix denoting 10°. 


For example, 1 nanometre (nm) = 10° 
metre (m). 


naphthalene (C,H 


l A whit talline 
solid with a disti 3 Aes 


nctive smell of moth- 
balls. Naphthalene is found in both the 
middle- and heavy. oit fractions of crude 
oil and is obtained by fractional crystal- 
lization. +It is used in the manufacture 
c-12-dicarboxy]ic anhydride 


and thence in the production of plastics 


and dyes, 


Representations of naphthalene 


The structure of naphthalene is "ben- 
Zene-like', having two six-membered 
rings fused together. The reactions are 
Characteristic of aromatic compounds. 
ee also aromatic compound. 


nascent hydrogen A particularly reac- 
tive form of hydrogen, which is believed 
to exist briefly between its generation 
(eg. by the action of dilute acid on 
Magnesium) and its appearance as 
ubbles of normal hydrogen gas. It is 
thought that part of the free energy of 
the production reaction remains with 
the hydrogen molecules for a short time. 
ascent hydrogen may be used to 
Produce the hydrides of phosphorus, 
arsenic, and antimony, which are not 
readily formed from ordinary hydrogen- 


Natta process +A method for the 

anufacture of isotactic polypropen® 
ANg Ziegler catalysts. See also addition 
Ymerization, Ziegler process- 


ha 
tural abundance See abundance. 


element 
d belon- 
f metals. 


neodym; 
s dymium A toxic silvery 
i»."B two allotropic forms an 
8 to the lanthanoid series © 
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Newlands' law 


It occurs in association with other 
lanthanoids. Neodymium is used in 
various alloys, as a catalyst, and in 
compound form in carbon-arc sear- 
chlights, etc., and in the glass industry. 
Symbol: Nd; m.p. 1021°C; b.p. 3068°C; 
r.d. 6.8 or 7.0; p.n. 60; r.a.m. 144.24. 


neon An inert colourless odourless mona- 
tomic element of the rare-gas group. It 
occurs in minute quantities (0.001875 by 
volume) in air. It is used mainly in neon 
signs and lights. 
Symbol: Ne; m.p. -248.67C; b.p. 
-246.05*C; d. 0.9 kg m^; p.n. 10; r.a.m. 
20.18. 

neoprene +A type of synthetic rubber 
made by polymerization of 2-chloro- 
buta-1,2,-diene (H;C:CHCCI:CH;). It 
is more resistant to oil and temperature 
than natural rubbers. 


neptunium A toxic radioactive silvery 


element of the actinoid series of metals 
that was the first transuranic element to 
be synthesized (1940). Found on Earth 
only in minute quantities in uranium 
ores, it is obtained as a by-product in 
plutonium-239 production. 

Symbol: Np; m.p. 640°C; b.p. 3902°C 
(est.); r.d. 20.25; p.n. 93; stablest isotope 
37Np (half-life 2.2 x 10° years). 


neutralization The stoichiometric reac- 
tion of an acid and a base in volumetric 
analysis. The neutralization point or end 
point is detected with indicators. 


neutron number Symbol: N The number 
of neutrons in the nucleus of an atom; 
i.e. the nucleon number (A) minus the 


proton number (2). 


Newlands’ law (law of octaves) The 

observation that, when the elements are 
arranged in order of increasing atomic 
weight, there is a similarity between 
hat are eight elements apart 


members t! nen 
(inclusive). For example, lithium has 
similarities to sodiurn, beryllium to 

Newlands, 


ium, and s» on. 
xem this relationship in 1863 


i vert dod 
Sor the announcement of Mendeléev's 


newton 


famous periodic law (1869). It is now 
recognized that Newlands' law arises 


from there being eight members in each 
short period. 


newton Symbol: N The SI unit of force, 
equal to the force needed to accelerate 


one kuogram by one metre second", 1 
N = I kgms”, 


Nichrome (Trademark) Any of a group 
of nickel-chromium-iron alloys, con- 
taining 60-80% nickel and about 16% 
chromium; small amounts of other 
elements, such as carbon or silicon, may 
be added. They can withstand very high 
temperatures and their high electrical 
resistivity makes them suitable for use 
in heating elements. 


nickel A transition metal that occurs 
naturally as the sulphide and silicate. It 
is extracted by the Mond process, which 
involves reduction of nickel oxide using 
carbon monoxide followed by the 
formation and subsequent decomposi- 
tion of volatile nickel carbonyl. Nickel 
is used as a catalyst in the hydrogenation 
of alkenes, e.g. in margarine manufac- 
ture, and in coinage alloys. Its main 
oxidation state is +2 and these 
compounds are usually green. 
Symbol: Ni; m.p. 1450°C; b.p. 2840°C; 
r.d. 8.9; p.n. 28; r.a.m. 58,70. 


nickel carbonyl (Ni(CO),) A colourless 
liquid with a highly toxic vapour. It is 
prepared by passing carbon monoxide 
over finely divided nickel at a tempera- 
ture of approximately 60°C. The Product 
is purified by fractional distillation. 
Nickel carbonyl decomposes on heating 
to give pure nickel. It is used as a 
catalyst and in the Preparation of nickel 
(Mond process), 


nickelic oxide See nickel(III) oxide, 


nickel-iron accumulator 
Nife or NIFE cell) tA t 
dary cell in which the 
formed by steel grids. 
electrode is impregnated 
nickel hydride mixture 


(Edison cell, 
ype of secon- 
electrodes are 
The positive 
with a nickel- 
and the negative 
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electrode is impregnated with iron oxide. 
Potassium hydroxide solution forms the 
electrolyte. The nickel-iron cell is lighter 
and more durable than the lead 
accumulator, and it can work with 
higher currents. Its em.f. is approxi- 
mately 1.3 volts. 


nickelous oxide See nickel(II) oxide. 


nickel(II) oxide (nickelous oxide, NiO) 
A pale green powder formed by heating 
nickel(II) hydroxide, nitrate, or carbon- 
ate in the absence of air. It is a basic 
oxide dissolving in dilute acids to give 
green solutions of nickel(II) salts. 
Nickel(II) oxide may be reduced by 
carbon, carbon monoxide, or hydrogen. 


nickel(III) oxide (nickelic oxide, Ni;O:) 
A black powder formed by the action of 
heat on nickel(II) oxide in air. It can 
also be prepared by igniting nickel(II) 
nitrate or carbonate. It exists as the 
dihydrate, Ni;0,.2H;0. 


nickel-silver (German silver) Any of a 
group of alloys containing nickel, 
Copper, and zinc in various proportions 
(but No silver). They are white or silvery 
in colour, can be highly polished, and 
have good Corrosion-resistance. They 
are used, for example, in silver plating, 
chromium Plating, and enamelling. 


NIFE cell +See nickel-iron accumulator: 


Positions of spots of amino acids in 
Paper chromatography, 

niobium A transition element used in 
welding, special Steels, and nuclear 
reactor work, 
Symbol: Nb; m. 2500°C: 930°C; 
r.d. 8.6; p.n. 4 oor 


1; ram. 9291. 


nitrate A salt or ester of nitric acid. 


nitration 


TA reaction i ing the 
-NO, (ni introducing th 


itro) group into an organic 


compound. Nitration of aromatic com- 
pounds is usually carried out using a 
mixture of concentrated nitric and 
sulphuric acids, although the precise 
conditions will differ from compound to 
compound. The attacking species is 
NO;* (the nitryl cation), and the 
Teaction is an example of electrophilic 
substitution. 


nitre See potassium nitrate. 


Nitric acid (HNO;) A colourless fuming 
Corrosive liquid that is a strong acid. 
Nitric acid can be made in a laboratory 
by the distillation of a mixture of an 
alkali metal nitrate and concentrated 
sulphuric acid. Commercially it is 
Prepared by the catalytic oxidation of 
ammonia and is supplied as concen- 
trated nitric acid, which contains 68% of 
the acid and is often coloured yellow by 
dissolved oxides of nitrogen. Nitric acid 
is a strong oxidizing agent. Most metals 
are converted to their nitrates with the 
evolution of oxides of nitrogen (the 
Composition of the mixture of the oxides 
depends on the temperature and on the 
Concentration of the nitric acid used). 

Some non-metals (e.g. sulphur and 
Phosphorus) react to produce oxyacids. 
Tganic substances (e.g. sawdust and 
ethanol) react violently, but the more 
Stable aromatic compounds, such as 

nzene and toluene, can be converted 
© nitro compounds in controllable 
Teactions, 


nitric oxide See nitrogen monoxide. 
nitridi h 
Mtriding See case hardening- 


Nitrile (cyanide) TA type of organic 

compound containing the -CN group. 

itriles are colourless liquids with 
Pleasant smells. They can be prepar" 

Y either refluxing an organic halogen 

Mpound with an alcoholic spat t 
sium cyanide, or by dehydra on 

an amide with phosphorus(V) oxide. 

aracteristic reactions are hydrolysis 

to the carboxylic acid and ammonia) 


8nd reduction with hydrogen 825 (to an 
amine), 


nitrogen 
nitrite A salt or ester of nitrous acid. 


nitrobenzene (CsH;sNO2) fA yellow 
organic oil obtained by refluxing 
benzene with a mixture of concentrated . 
nitric and sulphuric acids. The reaction 
is a typical electrophilic substitution on 
the benzene ring by the nitryl cation 
(NO;*). 2 


nitrocellulose See cellulose nitrate. 
O 
f 
N 
V 
[0] 
Nitro compound 


nitro compound {A type of organic 
compound containing the nitro group 
(-NO3) attached to an aromatic ring. 
Nitro compounds can be prepared by 
nitration using a mixture of concen- 
trated nitric and sulphuric acids. They 
can be reduced to aromatic amines: 
RNO: + 3H; > RNH; + 2H;0 
They can also undergo further substi- 
tution on the benzene ring. The nitro 
group directs substituents into the 3 
position. 


nitrogen The first element of group V of 
the periodic table; a very electronegative 
element existing in the uncombined state 
as gaseous diatomic N molecules. 
Nitrogen has the electronic configura- 
tion [He]2s?2p’. It is typically non- 
metallic and' its bonding is primarily by 
larized covalent bonds. With electro- 
positive elements the nitride ion N^ 
may be formed. 
Nitrogen accounts for about 78% of the 
atmosphere (by volume) and it also 
occurs as sodium nitrate in various 
mineral deposits. It is separated for 
industrial use by the fractionation of 
liquid air. Pure nitrogen is prepared by 
thermal decomposition of azides; 
2NaN;  2Na + 3N; 


nitrogen dioxide 


The ‘active nitrogen’ gas obtained by 
passing an electric. discharge through 
nitrogen is a mixture of ordinary nitro- 
gen molecules and excited single nitro- 
Ben atoms. 

Nitrogen is a diatomic molecule, which 
is effectively triple-bonded and has a 
high dissociation energy (940 kJmol!). 
It is therefore inert and it only reacts 
readily with lithium and the highly 
electropositive elements of group II. 
The direct combination of nitrogen and 
hydrogen occurs at elevated tempera- 
tures and, pressures (400-600°C, 100 
atmospheres) and is the basis of the 
industrially important Haber process for 
the manufacture of ammonia. 

Nitrogen forms at least eight oxides: 
Dinitrogen monoxide (nitrous oxide, 
N3O).— a neutral oxide. 

Nitrogen monoxide (nitric oxide, NO) 
— a neutral oxide. 

Nitrogen(III) oxide (nitrogen ses- 
quioxide, N;O;) — an unstable oxide 
that is the-anhydride of nitrous acid. 
Nitrogen dioxide (NO;), which gives a 
mixture of nitrous and nitric acids in 
water. 

Dinitrogen tetroxide (N:0,), which is 
in equilibrium with nitrogen dioxide. 
Dinitrogen pentoxide (N:0:) — the 
anhydride of nitric acid. 

Nitrogen trioxide (NO). 

TNitrogen also forms a number of binary 
halides such as NF), NCh, and halogen 
azides such as CIN, Except for NF, 
these are all very explosive, and even 
NF;, which is reputedly stable, ha$ been 
known to explode, 

Transition metals form nitrides that are 
different from the ionic or covalent 
nitrides, the stoichiometries are, for 
example, ZrN, W:N, MnN. They are 
often called ‘interstitial’ Nitrides. They 
are very hard and their formation is the 
basis of surface hardening by exposing 
hot metal to ammonia gas. 
Nitrogen has two isotopes; MN, the 
common isotope and !5N, about 0.3% 
abundant. 'N is used as a marker in 
mass spectrometric studies. 

Symbol: N; m.p. -210°C; b.p. -195°C; 
d. 1.2506 kg m=; p.n. 7; r.a.m. 14, 


nitrogen dioxide (NO:) A brown gas 
produced by the dissociation of dinitro- 
gen tetroxide, the dissociation being 
complete at 140°C.. Further heating 
causes dissociation to colourless nitro- 
gen monoxide and oxygen: 

2NO:(g) = 2NO(g) + Ox(g) 

Nitrogen dioxide can also be made by 
the action of heat on metal nitrates (not 
the nitrates of the alkali metals or some 
of the alkaline-earth metals). 


nitrogen fixation A reaction in which 
atmospheric nitrogen is converted into 
nitrogen compounds, Nitrogen fixation 
occurs naturally by certain bacteria (in 
the soil and in the roots of leguminous 
plants). Small amounts of nitrogen(II) 
oxide (NO) are also formed in thun- 
derstorms by direct combination of the 
elements in the electrical discharge. 
Fixation of nitrogen is important 
because nitrogen is an essential element 
for plant growth, and vast amounts of 
nitrogenous fertilizers are also required 
for agriculture, Former processes for 
fixing nitrogen were the Birkeland- Eyde 
Process (reacting N, and O; inan electric 
arc — the equivalent of the thunder- 
Storm in nature), and the cyanamide 
process (heating calcium dicarbide with 
nitrogen to give CaCN;), Now the major 


method is the Haber process for making 
ammonia, 


nitrogen monoxide (nitric oxide, NO) 
^ colourless gas that is insoluble in 
water but dissolves in a solution contain- 
tng iron(II) ions owing to the formation 
of the complex ion (FeNO)?*: the 
nitrogen monoxide can be released by 
heating. Nitrogen monoxide is prepare 
by the action of nitric acid on copper 
turnings; the impure product can be 
Purified by using a solution of iron(II) 
ions to absorb the product. Commer- 
cially, nitrogen monoxide is prepared by 
the catalytic Oxidation of ammonia oF 
by the direct union of nitrogen an 
oxygen in an electric arc. Nitrogen 
monoxide is the most heat-stable of the 
oxides of nitrogen, only decomposing 
C. At ordinary temperatures 
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it combines immediately with oxygen to 
give nitrogen dioxide: 
2NO(g) + Ox(g) > 2NOx(g) 


nitrogenous base See quaternary 
ammonium compound. 


nitroglycerine A highly explosive 
substance used in dynamite. It is 
obtained by treating glycerol (1,2,3-tri- 
hydroxypropane) with a mixture of 
concentrated nitric and sulphuric acids. 
fIt is not a nitro compound, but a 
nitrate ester 
CH3(NO;)CH(NO;)CH:X(NO;) 


nitro group +The group -NO:; the 
functional group of nitro compounds. 


hitronium ion +See nitryl ion. 


nitrophenols (C,H«(OH)NO2) Organic 
compounds formed directly or indirectly 
by the nitration of phenol. Three 
isomeric forms are possible. The 2 and 4 
isomers are produced by the direct 
nitration of phenol and can be separated 
by steam distillation, the 2 isomer being 
Steam volatile. The 3 isomer is produced 
Tom nitrobenzene by formation of 
1,3-dinitrobenzene, conversion to 3-nit- 
Tophenylamine, and thence by diazotiza- 
lion to 3-nitrophenol. 


nitrous acid (HNO;) A weak acid known 
Only in solution, obtained by acidifying 
4 solution of a nitrite. It readily decom- 
Poses on warming or shaking to nitro- 
Ben monoxide and nitric acid. The use 
9f nitrous acid is very important in the 
Yestuffs industry in the diazo reaction: 
Bitrous acid is liberated by acidifying a 
Solution of a nitrite (usually sodium 
nitrite) in the presence of the compound 
? be diazotized. Nitrous acid and the 
nitrites are normally reducing agents but 
^ Certain circumstances they can behave 
ae Oxidizing agents, e.g. with sulphur 
"Oxide ang hydrogen sulphide. 


Dit j p 
tous oxide See dinitrogen oxide. 
nitry 


ion ion (nitronium ion) +The positive 


NO, +, See nitration. 


noble gases 
NMR }See nuclear magnetic resonance. 


nobelium A radioactive transuranic 
element of the actinoid series, not found 
naturally on Earth. Several very short- 
lived isotopes have been synthesized. 
Symbol: No; p.n. 102. 


noble gases (rare gases, inert gases, 
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group 0 elements) A group of mona- 
tomic, low-boiling gases classified as 
belonging to group 0 of the periodic 
table and occupying a position between 
the highly electronegative group VII 
elements and the highly electropositive 
group I elements. They are: helium 
(He), neon (Ne), argon (Ar), krypton 
(Kr), xenon (Xe), and radon (Rn). This 
complete filling of the s and p levels 
gives a closed-shell structure and is 


associated with a general lack of chemi- -~ 


cal reactivity and very high ionization 
energies. It is the acquisition of a stable 
noble-gas configuration that is asso- 
ciated with determining the valence of 
many covalent and ionic compounds. 
Prior to 1962 the noble gases were 
frequently called inert gases as no 
chemical compounds were known (there 
were a few clathrates and ‘hydrates’), 
but the realization that the ionization 
potential of xenon was sufficiently low 
to,be accessible to chemical reaction led 
to the preparation of several fluorides, 
oxides, oxyfluorides, and a hexafluoro- 
platinate of xenon. Several unstable 
krypton, fluoride species have also been 
claimed. 

Argon forms about 156 of the atmosphere 
but the other gases are present in only 
minute traces (excluding radon). They 
are obtained by fractionation of liquid 
air or (in the US) of natural gas. 
Considerable amounts of argon are 
produced as a by-product from ammo- 
nia-plant tail gas. Their applications 
depending heavily on their inertness; for 
example, welding (Ar), filling light bulbs 
(Ar), gas-stirring in high temperature 
metallurgy (Ar), powder technology 
(Ar), discharge tubes (Ne), and chemical 
research as inert carriers (He, Ar). Neon 
has been proposed.as an OXygen diluent 
for deep-sea diving because of its lower 


non-benzenoid aromatic 


solubility in blood. Liquid helium is 
extensively used in low-temperature 
work and radon is used therapeutically 
as a source of a-particles. 

+The gases helium and argon are formed 
by radioactive decay in various minerals, 
for example argon by electron capture 
of “°K. This mechanism may be applied 
to age-determination of minerals. Radon 
is generally obtained as ??Rn from 
decay of radium. The half-life is only 
about 3.8 days. 


non-benzenoid aromatic +See aromatic 
compound. 


non-localized bond See delocalized 
bond. 


non-metal Any of a class of chemical 
elements. Non-metals lie in the top 
right-hand region of the periodic table. 
They are electronegative elements with 
a tendency to form covalent compounds 
or negative ions. They have acidic oxides 
and hydroxides. In the solid state, non- 
metals are either covalent volatile 
crystals or macromolecular (giant- 


covalent) crystals. See also metal, metal- 
loid. 


non-polar compound A compound that 
has molecules with no permanent dipole 
moment. Examples of non-polar com- 
pounds are hydrogen, tetrachloro- 
methane, and carbon dioxide. 


non-polar solvent A solvent that does 
not possess a permanent electric dipole 
moment and consequently has no drive 
towards intermolecular association with 
polar species. Non-polar solvents are 
usually good solvents for non-polar 
solutes. For example, carbon tetrach- 
loride, hexane, and benzene are good 
solvents for iodine. 
Solvation energies are usually low and 
the driving force for dissolution by non- 
polar solvents is the increased disorder 
of the solution. 
Compare polar solvent. 

normality +The 


number of gram 


equivalents per cubic decimetre of a 
given solution. 


normal solution A solution that contains 
one gram equivalent weight per litre of 
solution. Values are designated by the 
symbol N, e.g. 0.2N, N/10, etc. Because 
there is not a clear definition of 
equivalent weight suitable for all reac- 
tions, a solution may have one value of 
normality for one reaction and another 
value in a different reaction. Because of 
this many workers prefer the molar 
solution notation. 


NTP See STP. 


nuclear magnetic resonance (NMR) 
TA method of investigating nuclear spin. 
In an external magnetic field the nucleus 
can have certain quantized energy states, 
corresponding to certain orientations of 
the spin magnetic moment. Hydrogen 
nuclei, for instance, can have two energy 
states, and transitions between the two 
Occur by absorption of radiofrequency 
radiation. In chemistry, this is the basis 
Of a spectroscopic technique for investi- 
gating the structure of molecules. Radio- 
frequency radiation is fed to a sample 
and the magnetic field is changed slowly: 
Absorption of the radiation is detecte: 
when the difference between the nuclear 
levels Corresponds to absorption of 4 
quantum of radiation. This difference 
depends slightly on the electrons aroun 
the nucleus — ie. the position of the 
atom in the molecule. Thus a differen! 
absorption frequency is seen for eac 
type of hydrogen atom, In ethanol, for 
example, there are three frequencies 
corresponding to hydrogen atoms on the 
CH, the CH; and the OH. The inten” 
sity of absorption also depends on t 
number of hydrogen atoms (3:2:!): 
Spectroscopy is a powerll 
method of finding the structures ° 
organic compounds, 


nucleon numb, 
A Th 
Plus ni 


J: 
er (mass number) Symbo 
© number of nucleons (proto! 
€utrons) in an atomic nucleus: 


d Br 
nucleophile +An electron-rich ion ° 
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molecule that takes part in an organic 
reaction. The nucleophile can be a 
negative ion (Br, CN-) or a molecule 
with a lone pair of electrons (NH3, 
H20). The nucleophile attacks positively 
charged parts of molecules, which 
usually arise from the presence of an 
electronegative atom elsewhere in the 
molecule. Compare electrophile. 


nucleophilic addition +A class of reac- 
tion involving the addition of a small 
molecule to an unsaturated organic 
Compound. Since these reactions are 
initiated by nucleophiles, the unsa- 
turated bond must contain an elec- 
tronegative atom, which creates an 
electron-deficient area in the molecule. 
Nucleophilic addition is a characteristic 
reaction of aldehydes and ketones and is 
Often followed by the subsequent 
elimination of a different small molecule, 
Particularly water. The addition of 
drogen cyanide to propanone is an 
example: 

CH,COCH, + HCN > CH;C(CN) 
(OH)CH; 

See also condensation reaction. 


nucleophilic substitution +A reaction 
involving the substitution of an atom or 
&roup of atoms in an organic compound 
With a nucleophile as the attacking 
Substituent. Since nucleophiles are elec- 
tron-rich species, nucleophilic substi- 
tution occurs in compounds in which a 
Strongly electronegative atom or group 
leads to a dipolar bond. The electron- 
deficient centre can then be attacked by 
the electron-rich nucleophile causing 
the electronegative atom or group to be 
displaced, In general terms: 

R-Le + Nu. R-Nu + Le , 
Where Nu- represents the incoming 
nucleophile and Le” represents the 
Caving group. 

ere are two possible mi 
nucleophilic substitution. 
Teaction the molecule first 
carbonium ion; for example: —— 

RCH;CI > RCH;* + Cl. f 
The nucleophile then attaches itself to 
I5 carbonium ion: 
RCH;* + OH- ^ RCH;OH 


echanisms for 
In the Syl 
forms a 
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nuclide 


In the S42 reaction the nucleophile 
approaches as the other group leaves, 
forming a transition state in which the 
carbon has five attached groups. 

The preferred mechanism depends on 
several factors: 

(1) The stability of the intermediate in 
the Syl mechanism. 

(2) Steric factors affecting the formation 
of the transition state in the Sy2 
mechanism. 

(3) The solvent in which the reaction 
occurs: polar solvents will stabilize polar 
intermediates and so favour the Syl 
mechanism. 

In practice, however, both routes or 
some intermediate mechanism is thought 
to operate in many cases. 

See also substitution reaction. 


nucleus The compact positively charged 
centre of an atom made up of one or 
more nucleons (protons and neutrons) 
around which is a cloud of electrons. 
The density of nuclei is about 10'* 
kg m^. The number of protons in the 
nucleus defines the element, being its 
proton number (or atomic number). 
The nucleon number, or atomic mass 
number, is the sum of the protons and 
neutrons. The simplest nucleus is that of 
a hydrogen atom, 'H, being simply one 
proton (mass 1.67 X 107?" kg) The 
most massive naturally occurring nuc- 
leus is U of 92 protons and 146 
protons (mass 4 x 1077* kg, radius 9.54 
x 10-5 m). Only certain combinations 
of protons and neutrons form stable 
nuclei. Others undergo spontaneous 
decay. A. 
A nucleus is depicted by a symbol indi- 
cating nucleon number (mass number), 
proton number (atomic number), and 
element name. For example, {/Na repre- 
sents a nucleus of sodium having 11 
protons and mass 23, hence there are 
(23 - 11) = 12 nevtrons. 


nuclide A nuclear species with a given 
number of protons and neutrons; for 
example, ?Na, ?*Na, and 24Mg are all 
different nuclides. Thus: 
HNa has 11 protons and 12 neutrons 
?{Na has 11 protons and 13 neutrons 


nuclide 


Sy1 mechanism: note that the entering ion ma 


y enter either side of the intermediatt 
If the reactant has a Chiral 


centre, a mixture of optical isomers is formed. 
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13Mg has 12 protons and 12 neutrons 
The term is applied to the nucleus and 
often also to the atom. 


nylon +A type of synthetic polymer linked 
by amide groups -NH.CO-. Nylon 
polymers can be made: by copoly- 
merization of a molecule containing two 
amine groups with one containing two 
carboxylic acid groups. 


O 


Occlusion 1. The process in which small 
amounts of one substance are trapped in 
the crystals of another; for example, 
Pockets of liquid occluded during 
Crystallization from a solution. 

2. Absorption of a gas by a solid; for 
example, the occlusion of hydrogen by 
palladium. 


Octadecanoic acid (stearic acid, 
CHs(CH;)&COOH) A solid carboxylic 
acid present in fats and oils as the 
Blyceride. 


9ctadecenoic acid Cis-9-octadecenoic 


H H 
N— FAS 
H H 


1,6-diaminohexane 


s HN——(CH3J— N 


[9] 


octane rating 


acid (or oleic acid) is a naturally 

occurring carboxylic acid present (as 

glycerides) in fats and oils: 
CHi(CH;)CH:CH(CH;).COOH 


octahydrate A crystalline compound 

containing eight molecules of water ol 
crystallization per molecule of com- 
pound. 


octavalent Having a valence of eight. 


octane (CsH;s) A liquid alkane obtained 
from the light fraction of crude oil. 
Octane and its isomers are the principal 
constituents of petrol, which is obtained 
as the refined light fraction from crude 
oil. See also octane rating. 


octane rating A rating for the perfor- 
mance of petrol in internal-combustion 
engines. The octane rating measures the 
freedom from ‘knocking’ — i.e. preigni- 
tion of the fuel in the engine. This 
depends on the relative proportions of 
branched-chain and straight-chain hyd- 
rocarbons present. High proportions of 
branched-chain alkanes are better in 
high-performance engines. In rating. 
fuels, 2,2,4-trimethylpentane (isooctane ' `. 
is given a value of 100 and heptane is 
given a value 0. The performance of a 


f 


C——ICH;4— C 


(0) 


HO OH 


hexanedioic acid 


H—C—— (CHi —  C—— NH —— (Ch), — 


Formation of nylon 
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octaves, law of 


fuel is compared with a mixture of these 
hydrocarbons. 


octaves, law of See Newlands’ law. 


octet A stable shell of eight electrons in 
an atom. The completion of the octet 
gives rise to particular stability and this 
is the basis of the Lewis octet theory, 
thus: 
(1) the noble gases have complete octets 
and are chemically inert, 
(2) the bonding in small covalent 
molecules is frequently achieved by the 
central atom completing its octet by 
sharing electrons with surrounding 
atoms, e.g. CH4, H;O, 
(3) the ions formed by electropositive 
and electronegative elements are gener- 
ally those with a complete octet, e.g. 
Na*, Ca?*, O?, Cl-. 


oersted Symbol: Oe +A unit of magnetic 
field strength in the C.g.s. System. It is 
equal to 10/47 A m. 


ohm Symbol: Q The SI unit of electrical 
resistance, equal to a resistance that 
passes a current of one ampere when 
there is an electric potential difference 
of one volt across it. 1 Q.— 1 VA- 
+Formerly, it was defined in terms of 
the resistance of a column of mercury 
under specified conditions, 


oil Any of various viscous liquids. See 
petroleum, tglyceride. 


oil of vitriol Sulphuric(VI) acid. 

Oleate +A salt or ester of oleic acid. 

olefin See alkene. 

oleic acid See octadecenoic acid. 

oleum (pyrosulphuric acid, H2S,0;) A 
colourless fuming liquid formed by 
dissolving sulphur( VI) oxide in concen- 


trated sulphuric acid. It Bives sulphuric 


acid on diluting with water. See contact 
process. 


onium ion tAn ion formed by addition 


148 


of a proton (H*) to a molecule. The 
hydronium ion (H;O *) and ammonium 
ion (NH,*) are examples. 


open-hearth process A method of 
making steel by heating pig iron in an 
open- hearth furnace by burning a 
mixture of gas and air. Oxygen is injected 
through pipes to oxidize impurities and 
burn oíf carbon, and lime is used to 
form a slag. 


Optical activity The ability of .certain 

compounds to rotate the plane of 
polarization of plane-polarized light 
when the light is passed through them. 
Optical activity can be observed in 
crystals, gases, liquids, and solutions. 
The amount of rotation depends on the 
concentration of the compound. 
Optical activity is caused by the interac- 
tion of the varying electric field of the 
light with the electrons in the molecule. 
It occurs when the molecules are asym- 
metric — i.e, they have no plane of 
Symmetry, Such molecules have a mirror 
image that cannot be superimposed on 
the original molecule. In organic 
compounds this usually means that they 
contain a carbon atom attached to four 
different groups, forming a chiral centre 
The two mirror-image forms of an 
asymmetric molecule are optical iso- 
mers. One isomer will rotate the 
Tlarized light in one sense and the 
Other by the same amount in the 
Opposite sense. Such isomers are 
described: as dextrorotatory or laevoro- 
tatory, according to whether they rotate 
the plane to the ‘right’ or ‘left’ respec- 
tively (rotation to the left is clockwise 
to an observer viewing the light coming 
towards him), Dextrorotatory com- 
Pounds are given the symbol d or (+) 
and laevorotatory compounds / or (-): 
A mixture of the two isomers in equal 
amounts does not s. w optical activity- 
Such a mixture is sometimes called the 
dl-form, a racemate, or a racemic 
mixture. 


Optical isomers have identical physical 
Properties (apart from optical activity) 


and cannot be separated by fractional 
crystallization or distillation. Their 
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Isomers of tartaric acid 


Optical isomers 


Beneral chemical behaviour is also the 
same, although they do differ in reac- 
lions involving other optical isomers. 
any naturally occurring substances 
are optically active (only one optical 
isomer exists naturally) and biochemical 
reactions occur only with the natural 
isomer. For instance, the natural form 
Of glucose is d-glucose and living organ- 
isms cannot metabolize the /-form. 
+The terms ‘dextrorotatory’ and ‘lae- 
Vorotatory refer to the effect on 
Polarized light. A more common method 
Of distinguishing two optical isomers is 
by their D-fórm (dextro-form) or L- 
form (laevo-form). This convention 
refers to the absolute structure of the 
isomer according to specific rules. 
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Sugars are related to a particular 
configuration of glyceraldehyde 
(2,3-dihydroxypropanal). For alpha 
amino acids the ‘corn rule’ is used: the 
structure of the acid RC(NH2)(COOH) 
H is drawn with the H at the top; 
viewed from the top the groups spell 
CORN in a clockwise direction for all 
D-amino acids (i.e. the clockwise order 
is -COOH,R,NH,). The opposite is true 
for L-amino acids. Note that. this 
convention does not refer to optical 
activity: D-alanine is dextrorotatory but 
D-cystine is laevorotatory. 

An alternative is the R/S system for 
showing configuration. There is an order 
of priority of attached groups based on 
the proton number of the attached atom: 


optical isomerism 


N 


COOH 


NU RES 


The corn rule for absolute configuration of alpha amino acids 


“RY configuration 


S - configuration 


The R S sm 


Absolute c onfigurati. 


I, Br, Cl, SO;H, OCOCH,, OCH,, OH, 
NO), NH;, COOCH,, CONH;, COCH,, 
CHO, CH;OH, C Hs, C2H5, CH, H 
Hydrogen has the lowest Priority. The 
chiral carbon is viewed Such that the 
group of lowest Priority is hidden behind 
it. If the other three Broups are in 
descending priority in a clockwise path, 
the compound is R-. If descending 
Priority is anticlockwise it is S-. 

The existence of a carbon atom bound 
to four different Eroups is not the strict 
condition for optical activity. The essen- 
tial point is that the molecule should be 
asymmetric. Inorganic Octahedral com- 
plexes, for example, can Show optical 
isomerism. It is also Possible for a 
molecule to contain asymmetric carbon 
atoms and still have a plane of symmetry, 


One structure of tartaric acid has two 
Parts of the molecule that are mirror 
images, thus having a plane of symmetry. 
This (called the meso-form) is not opti- 


cally active. See also resolution (of 
Tacemates). 


Optical isomerism See isomerism, opti- 
cal activity, 
Optical rotary dis, 


persion (ORD) +The 
Phenomenon in 


which the amount of 


ion about the molecular 


structure of optically active compounds. 


150 


optical rotation Rotation of the plane of 
polarization of plane-polarized light by 
an optically active substance. 


Orbital A region around an atomic 
nucleus in which there is a high 
probability of finding an electron. The 
modern picture of the atom according to 
quantum mechanics does not have 
electrons moving in fixed elliptical 
Orbits. Instead, there is a finite 
probability that the electron will be 
found in any small region at all possible 
distances from the nucleus. In the 
hydrogen atom the probability is low 
near the nucleus, increases to a maxi- 
mum, and falls off to infinity. It is useful 
to think of a region in space around the 
nucleus — in the case of hydrogen the 
region within a sphere — within which 
there is a high chance of finding the 
electron. Each of these, called an atomic 
orbital, corresponds to a sub-shell and 
can 'contain' two electrons with opposite 
spins. Another way of visualizing an 
Orbital is as a cloud of electron charge 
(the average distribution with time). 
Similarly, in molecules the electrons 
move in the combined field of the nuclei 
and can be assigned to molecular 
orbitals. In considering bonding between 
atoms it is useful to treat molecular 
orbitals as formed by overlap of atomic 
orbitals. 

It is possible to calculate the shapes 
and energies of atomic and molecular 
orbitals by quantum theory. The shapes 
of atomic orbitals depend on the orbital 
angular momentum (the sub-shell). For 
each shell there is one s orbital, three p 
orbitals, five d orbitals, etc. The s 
orbitals are spherical, the p orbitals each 
have two lobes; d orbitals have more 
complex shapes, typically with four 
lobes. 

Molecular orbitals are formed by over- 
lap of atomic orbitals, and again there 
are different types. If the orbital is 
completely symmetrical about an A 
between the nuclei, it is a sigma orbital 
This can occur, for instance, by overlap 
of two s orbitals, as in the QA EE 
atom, or two p orbitals with their lo z 
along the axis. However, two P orbital 
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overlapping at right angles to the axis 
form a different type of molecular orbital 
— a pi orbital — with regions above 
and below the axis. Pi orbitals are also 
formed by overlap of d orbitals. Each 
molecular orbital can contain a pair of 
electrons, forming a sigma bond or pi 
bond. A double bond, for example the 
bond in ethene, is a combination of a 
sigma bond and a pi bond. 

Hybrid orbitals are atomic orbitals 
formed by combinations of s, p, and d 
atomic orbitals, and are useful in 
describing the bonding in compounds. 
There are various types. In carbon, for 
instance, the electron configuration is 
1s?2s?2p?. Carbon, in its outer (valence) 
shell, has one filled s orbital, two filled p 
orbitals, and one 'empty' p orbital. These 
four orbitals may hybridize (sp? 
hybridization) to act as four equal 
orbitals arranged tetrahedrally, each 
with one electron. In methane, each 
hybrid orbital overlaps with a hydrogen 
s orbital to form a sigma bond. Alter- 
natively, the s and two of the p orbitals 
may hybridize (sp? hybridization) and 
act as three orbitals in a plane at 120°. 
The remaining p orbital is at righi 
angles to the plane, and can form pi 
bonds. Finally, sp hybridization may 
occur, giving two orbitals in a line. 
More complex types of hybridization, 
involving d orbitals, explain the 
geometries of inorganic complexes. 

The combination of two atomic orbitals 
in fact produces two molecular orbitals. 
One — the bending orbital — has a 
concentration of electron density bet- 
ween the nuclei, and thus tends to hold 
the atoms together. The other — the 
antibonding orbital — has slightly higher 
energy and tends to repel the atoms. If 
both atomic orbitals are filled, the two 
molecular orbitals are also filled and 
cancel each other out — there is no net 
bonding effect. If each atomic orbital 
has one electron, the pair occupies the 
lower energy bonding orbital, producing 
a net attraction. 


order The sum of the indices of the 
concentration terms in the expression 


order 


Sigma orbital p! orbital 
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carbon overlap with the s orbitals of 


Bona. 
°Nding in methane: four sp’ orbitals of the 
"ogen atoms, forming four sigma bonds: 
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that determines the rate of a chemical 
reaction. For example, in the expression 
rate = KA]'[B]' 
x is called the order with respect to A, y 
the order with respect to B, and (x + y) 
the order overall. The values of x and y 
are not necessarily equal to the coeffi- 
cients of A and B in the molecular 
equation. *Order is an experimentally 
determined quantity derived without 
reference to any equation or mechan- 
ism. Fractional orders do occur. For 
example, in the reaction 
CH;CHO — CH; + CO 

the rate is proportional to [CH;CHO]' * 
i.e. it is of order 1.5. 


Ore A mineral source of a chemical 
element. 


organic chemistry The chemistry of 
compounds of carbon. Originally the 
term organic chemical referred to chemi- 
cal compounds present in living matter, 
but now it is any carbon compound 
with the exception of certain simple 
ones, such as the carbon oxides, carbon- 
ates, cyanides, and cyanates. These are 
generally studied in inorganic chemistry. 
The vast numbers of synthetic and 
natural organic compounds exist because 
of the ability of carbon to form chains 
of atoms (catenation). Other elements 
are involved in organic compounds; 
principally hydrogen and oxygen but 
also nitrogen, halogens, sulphur, and 
phosphorus. 


organometallic compound An organic 
compound containing a carbon-metal 
bond. Tetraethyl lead, (C;H:);Pb, is an 
example of an organometallic com- 
pound, used as an additive in petrol. 


ortho- 1. *Designating the form of a 
diatomic molecule in which both nuclei 
have the same spin direction; e.g. 
orthohydrogen, orthodeuterium. 

2. *Designating a benzene compound 
with substituents in the 1.2 positions. 
The position next to a substituent is the 
ortho position on the benzene ring. This 
was used in the systematic naming of 
benzene derivatives. For example, ortho- 


dinitrobenzene (or o-dinitrobenzene) is 
1,2-dinitrobenzene. 

3. *Certain acids, regarded as formed 
from an anhydride and water, were 
named ortho acids to distinguish them 
from the less hydrated meta acids. For 
example, H,SiO, (from SiO; + 2H20) 
is orthosilicic acid; H;SIO; (SiO: + 
H,0) is metasilicic acid. 

See also meta-, para-. 


orthohydrogen +See hydrogen. 


orthophosphoric 
phoric( V ) acid. 


acid +See phos- 


orthophosphorous acid +See phos- 
phonic acid. 


orthorhombic crystal 
system, 


See crystal 


osmium A transition metal that is found 
associated with platinum. It oxidizes 
readily and is used in pen nibs, pivots, 
and electrical contacts, 
Symbol: Os; m.p. 2730°C; b.p. 4230°C: 
r.d. 22.6; p.n. 76; r.a.m. 190.2. 


Osmosis Systems in which a solvent is 
separated from a solution by a semiper- 
meable membrane approach equilibrium 
by solvent molecules on the solvent side 
of the membrane migrating through it to 
the solution side; this process is calle 
osmosis and always leads to dilution of 
the solution. The phenomenon is quan- 
tified by measurement of the osmotic 
Pressure. The process of osmosis is O! 
fundamental importance in transport 
and control mechanisms in biologica 
Systems; for example, plant growth and 
general cell function. 

Osmosis is a colligative property and 
its theoretical treatment is similar tO 
that for the lowering of vapour pressure: 
The membrane can be regarded 2? 
equivalent to the liquid-vapour inter 
face, i.e. one that permits free movement 
Of solvent molecules but restricts © 
movement of solute molecules. 

solute molecules occupy a certain are 
at the interface and therefore inhibit 
solvent egress from the solution. Just 4 
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T7 
the development of 2 vapour pressure in 
a closed system is necessary for liquid- 
vapour equilibrium, the development of 
an osmotic pressure on the solution side 
IS necessary for equilibrium at the 
membrane. 
Osmotic pressure. 


osmotic pressure The p: re that must 
* exerted on a solution to prevent the 
Passage of solvent molecules into it 
When the solvent and solution are 
Separated by a semipermeable mem- 
brane. The osmotic pressure is therefore 
the pressure required to -maintain 
equilibrium hetween the. passage of 
Solvent. molecules through the mem- 
brane in either direction and thus 
Prevent the process of osmosis pro- 
ceeding. The osmotic pressuré can be 
Measured by placing the solution, 
contained in a small perforated thimble 
Covered by a semipermeable membrane 
and. fitted with a length of glass tubing, 
Jn à beaker of the pure solvent. Solvent 
Molecules pass through the membrane, 
iluting. the solution and thereby 
increasing the volume on the solution 
Side and forcing the solution to rise up 
the glass tubing. The process continues 
Until the pressure exerted by the solvent 
Molecules on the membrane is balanced 
"Y the hydrostatic pressure of the 
Solution in the tubing. A sample of the 
Solution is then removed and its concen- 
tation, determined. Osmi is a 
Colligative property, therefore the 
Method can be applied to the deter- 
Mination of relative molecular masses. 
Particularly for large molecules, such as 
Proteins, but it is restricted by the diffi- 
Cully of preparing good semipermeable 
Membranes, n 
^5 the osmotic pressure is a colligative 
Property it is directly proportional to 
the molar concentration of the solute if 
the temperature remains constant; thus 
7 I5 proportional to n/V. where 7 is 
eSMotic pressure and n/ V is the concen- 
ation, The osmotic pressure is also 
Proportional to the absolute tempera- 
e Combining these two Poles 
the ities gives zV = nCT. whic PV 
* Same form as the gas equation. 
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- nRT, and experimental values of C 
are similar to those for R, the universal 
gas constant. This gives considerable 
weight to the kinetic description of 
colligative properties. 


Ostwald's dilution law See dissociation. 


oxidant An oxidizing agent. In rocker 

fuels, the oxidant is the compound that 
Provides the oxygen for combustion 
(e.g. liquid oxygen or hydrogen per- 
oxide). 


oxidation An atom, an ion, or a molecule 
is said to undergo oxidation or to be 
oxidized when it loses electrons. The 
process may be effected chemically, i:e. 
by reaction with an oxidizing agent, or 
electrically, in which case oxidation 
occurs at the anode. For example, 

2Na + Cl; 2 2Na* + 2Cl- 
where chlorine is the oxidizing agent 
and sodium is oxidized, and 
4CN- + 2Cu** 5 C:N; + 2CuCN 

where Cu?* is the oxidizing agent and 
CN' is oxidized. 
The oxidation state of an atom is indi- 
cated by the number of electrons lost or 
effectively lost by the neutral atom, i.e. 
the oxidation number. The oxidation 
number of a negative ion is negative. 
The process of oxidation is the converse 
of reduction. See also redox. 


oxidation-reduction See redox. 


oxidizing acid An acid that acts as an 
oxidizing agent, e.g. sulphuric(VI) acid 
or nitric( V ) acid. Because it is oxidizing, 
nitric( V) acid can dissolve metals below 
hydrogen in the electrochemical series: 
2HNO; + M MO + 2NO; + H:O 
MO + 2HNO; ^ H:O + M(NO,)) 


oxidizing agent See oxidation. 


oxime +A type of organic .compounc 
containing the C:NOH group, formed 
by reaction of an aldehyde or ketone 
with hydroxylamine (NH;OH ). 


oxo process +A method of manufac- 
turing aldehydes by passing a mixture of 


oxygen 


carbon monoxide, hydrogen, and alkanes 
over a cobalt catalyst at high pressure 
(100 atmospheres and 150°C). The 
aldehydes can subsequently be reduced 
to alcohols, making the process a useful 
source of alcohols of high molecular 
weight. 


oxygen A colourless odourless diatomic 
gas; the first member of group VI of the 
periodic table. It has the electronic 
configuration [ He]2s?2p* and its chemis- 
try involves the acquisition of electrons 
to form either the di-negative ion, O?- 
or two covalent bonds. In each case the 
oxygen atom attains the configuration of 
the noble gas neon. 
Oxygen is the most plentiful element in 
the Earth's crust accounting for over 
40% by weight. It is present in the 
atmosphere (20%) and is a constituent 
of the majority of minerals and rocks 
(e.g. sandstones, SiO; carbonates, 
CaCO;, clays-aluminosilicates) as well 
as the major constituent of the sea. 
Oxygen is an essential element for 
almo:t all living things. Elemental 
Oxygen has two forms: the diatomic 
molecule O; and the less stable molecule 
trioxygen (ozone), O;, which is formed 
by passing an electric discharge through 
Oxygen gas. There are several convenient 
laboratory routes to Oxygen: 
(1) Heat on unstable oxides, 

2HgO > 2Hg + O, 
(2) Decomposition of peroxides, 
2H;0; > 2H;0 + O, 
(3) Heat on ‘-ate’ compounds such as 
chlorates or permanganates 
2KCIO; > KCI + 30; 
2KMnO, 5 KMnO, + MnO, + O, 

Industrially oxygen is obtained by the 
fractionation of liquid air, 
Oxygen reacts with elements from all 
groups of the periodic table except group 
0 and even this unreactive group forms 
several compounds containing oxygen 
(XeO;, XeO,, XeOF;, XeO,?-), 
The nature of the oxides has long been a 
convenient guide to metallic and non- 
metallic character. Thus, metals typi- 
cally combined with oxygen to form 
oxides, which if soluble react with water 
to forui bases (via OH- ion); the more 
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electropositive the metal the more 
vigorous the reaction. Most of the group 
I and group II (main-group) metals 
behave like this forming oxides, O^ 
(e.g., Na;O, CaO) peroxides, O27", (e.g. 
Na;O; BaO,), and superoxides, Or, 
(e.g., RbO2, CsO;). Oxides of metallic 
elements are solids and X-ray studies 
show that discrete O?- ions do exist in 
the solid state even though they do not 
exist in solution: 
O% + H10 > 20H- 
The non-metals typically form molecular 
oxides such as SO; CIO; and NO: 
When soluble in water they generally 
dissolve to form acids. The less elec- 
tronegative elements among the non- 
metals generally forming weaker acids, 
e.g. B(OH); and H;CO, The more 
electronegative elements form stronger 
acids. The higher the oxidation state of 
the central atom the stronger the acid 
(HOCI < HCIO, < HCIO,). Non- 
metal oxides may be gaseous (SO;, CO2) 
liquid (N;O4), or solid (P,O;). The 
weakly non-metallic element such as 
Silicon may require bases for dissolution 
and in some cases the oxides have 
extended polymeric Structures, e.g., SiO: 
In between the acidic and basic oxides 
are the amphoteric oxides, which behave 
acidically to strong bases and basically 
towards strong acids. This is associat! 
with elements which are physically 
metallic but which are chemically only 
weakly cationic, e.g, ZnO gives Zn 
with acids and the zincates, Zn(OH)4^ + 
with bases. There is also a small class © 
mixed oxides that can be regarded 5 
salts between a ‘basic’ and an ‘acidic 
form of the same-metal: for example, 
FeO + Fe,0; — Fe(FeO;); = Fe:O« 
2PbO + PbO;— PbO, —— 
The neutral oxides are essentially 
insoluble non-metal oxides such as N2 i 
NO, CO, F;0, although extreme condi s 
tions can lead to some degree of acidic 
behaviour in the case of CO, for exam 
ple, 

CO + OH-  HCOO- ic 
TOxygen occurs in three natural isotoP! 
forms, 179(0.0374%): 
'*0(0.2039%); the rarer isotopes bent 
used in detailed studied of the behavi0 


of oxygen containing groups during 
reactions (tracer studies). 

Oxygen is very limited in its catenation 
but an interesting range of O--O species 
if formed by the following: 0: 
Peroxide, O; superoxide, O; oxygen 
Bas, O;* oxygenyl cation. The O-O 
bond gets both progressively shorter and 
Stronger in the series. The peroxides are 
formed with Na, Ca, Sr, and Ba and are 
formally related to hydrogen peroxide 
(pr epared by the action of acids on ionic 
Peroxides). The superoxides of K, Rb, 
and Cs are prepared by burning .the 
metal in air (the less electropositive 
metals, Na, Mg, and Zn form less stable 
Superoxides), Oxygenyl cation, O;*, is 
formed by reaction of PtF, (high elec- 
tron affinity) with oxygen at room 
temperature. Other oxygenyl cation 
Species can be made with group V 
fluorides, e.g. Or AsFg. 

Symbol: O; m.p. -218.4°C; b.p. -183°C; 
d. 1.429 kg m>; p.n. 8; ram. 15.99. 


OZone (trioxygen, O;) An allotrope of 
Oxygen made by passing oxygen through 
a silent electric discharge. Ozone is 
Unstable and decomposes to oxygen on 
Warming. It is present in the upper 
layers of the atmosphere, where it 
Screens the Earth from harmful short- 
Wave ultraviolet radiation. 

zone is a strong oxidizing agent. Its 
Concentration can be determined by 
reacting it with iodide ions and titrating 
the iodine formed with standard sodium 
thiosulphate( VI). It forms ozonides with 
enes. See ozonolysis. 


0; t 
Zonide +See ozonolysis. 


“onolysis +The addition of ozone (Os) 
‘© alkenes and the subsequent hydroly- 
Sis of the ozonide into hydrogen peroxide 
d a mixture of carbonyl compounds. 
se © carbonyl compounds can be 
icParated and identified, which in tur» 
ntifies the groups and locates the 
Position of the double bond in the 
"ginal alkene, Ozonolysis was formerly 

n important analytical technique. 
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paper chromatography 


palladium A transition metal occurring 
in platinum ores in Canada. It is used in 
electrical relays and as a catalyst in 
hydrogenation processes. 
Symbol: Pd; m.p. 1552°C; b.p. 3140°C; 
r.d. 12.0; p.n. 46; r.a.m. 106.4. 


palmitic acid +See hexadecanoic acid. 


paper chromatography A technique 
widely used for the analysis of mixtures. 
Paper chromatography usually employs 
a specially produced paper as the 
stationary phase. A base line is marked 
in pencil near the bottom of the paper 
and a small sample of the mixture is 
spotted onto’ it using a capillary tube. 
The paper is then placed vertically in a 
suitable solvent, which rises up to the 
base line and beyond by capillary action. 
The components within the sample 
mixture dissolve in this mobile phase 
and are carried up the paper. However. 
the paper holds a quantity of moisture 
and some components wi:l have a greater 
tendency to dissolve in this moisture 
than in the mobile phase. In additio, 
some components will cling to the 
surface of the paper. Therefore, as the 
solvent moves through the paper, certain 
components will be left behind and 
separated from each other. When the 
solvent has almost reached the top of 
the paper, the paper is removed and 
quickly dried. The paper is developed to 
locate the positions of colourless frac- 
tions by spraying with a suitable chemi- 
cal, e.g. ninhydrin, or by exposure to 
ultraviolet radiation. The components 
are identified by comparing the distance 
they have travelled up the paper with 
standard solutions that have been run 
simultaneously, or by computing an Re 
value. A simplified version of paper 
chromatography uses a piece of filter 
paper. The sample is spotted at the 
centre of the paper and solvent passed 
through it. Separation of the components 
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secondary ozonide 


Ozonolysis of an alkene to form a mixture of carbonyl compounds 


of the mixture again takes place as the 
mobile phase spreads out on the paper. 
tPaper chromatography is an appli- 
cation of the partition law. 


para- 1. Designating the form of 
diatomic molecule in which both nuclei 
have opposite spin directions; e.g. 
parahydrogen, paradeuterium. 
2. +Designating a benzene compound 
with substituents in the 1,4 Positions. 
The position on a benzene ting directly 
Opposite a substituent is the para posi- 
tion. This was used in the Systematic 
naming of benzene compounds. For 
example, para-dinitrobenzene (or p- 
dinitrobenzene) is 1,4-dinitrobenzene. 
See also meta-, ortho-. 


paraffin 1. See petroleum. 
2. See alkane. 


paraffin wax A solid mixture of hydro- 
carbons, obtained from petroleum. 


paraformaldehyde See methanal. 


parahydrogen +See hydrogen. 
paraldehyde +See ethanal. 
paramagnetism +See magnetism. 


Partial ionic character The electrons of 
a covalent bond between atoms Ch 
groups with different electronegativitieS 
will be polarized towards the | more 
electroriegative constituent; the magn!” 
tude of this effect can be measured bY 
the ionic character of the bond. When 
the effect is small the bond is referred i 
simply as a polar bond and is adequatelY 
treated using dipole moments; as P 
effect grows the theoretical treatme™ 
Tequires other contributions to ione 
Character. Examples of partial jon 
character (from nuclear quadrupol® 
resonance) are H-I, 21%; H-Cl, 40%: 
Li-Br, 90%; compare NaCl, 100%. 


Partial pressure In a mixture of g#5° 
the contribution that one componen, 
makes to the total pressure. It is un 
Pressure that the gas would have ‘! 
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alone were present in the same volume. 
See Dalton's law of partial pressures. 


Partition coefficient If a solute dissolves 
In two non-miscible liquids, the partition 
coefficient is the ratio of the concen- 
tration in one liquid to the concen- 
tration in the other liquid. 


Pascal Symbol: Pa The SI unit of 
Pressure, equal to a pressure of one 


newton per square metre (1 Pa — 1 
N m2), 


Paschen series tA series of lines in the 
infrared Spectrum emitted by excited 
hydrogen atoms. The lines correspond 
to the atomic electrons falling into the 
third lowest energy level and emitting 
energy as radiation. The wavelength (A) 
Of the radiation in the Paschen series is 
Biven by 1/\ = R(1/3? - 1/m) where n 
'S an integer and R is the Rydberg 
Constant. See also spectral series. 


al „Describing a metal that is 

"active because of the formation of a 

In protective layer. Iron, for example, 

E Not dissolve in concentrated 

5 MI acid because of the formation 
In oxide layer. 


Pau; 
a exclusion principle +See exclu- 
N principle, 


"Mock elements The elements of the 
pp)" Soups IIIA (B to TI), IVA (C to 
Vita V^ (N to Bi), VIA (O to Po), 
The (F to Av, and O (He to Rn). 


outer are so called because they have 


T : . : 
Occ, electronic configurations that have 


"bled p levels, 


ht; 

thay Y drate A crystalline compound 
Systa five molecules of water of 
Boung, ization per molecule of com- 


t; 
d (CHp) A straight-chain alkane 
*d by distillation of crude oil. 
"tan A 
Hre acid ^ (valeric acid, 
H:COOH) A colourless liquid 
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periodic law 


carboxylic acid, used in making per- 
fumes. 


pentavalent (quinquevalent) Having a 
valence of five. 


pentose tA sugar that has five carbon 
atoms in its molecules. See sugar. 


pentyl group The group 
CH;CH;CH;CH;CH,-. 


peptide tA compound formed by linkage 
of two or more amino-acid groups 
together. 


perchloric acid See chloric( VII) acid. 
perfect gas See gas laws, kinetic theory. 


period One of the horizontal rows in the 
conventional periodic table. Each period 
répresents the elements arising from 
progressive filling of the outer shell (i.e. 
the addition of one extra electron. for 
each new element), the elements being 
arranged in order of ascending proton 
number. In a strict sense hydrogen and 
helium represent one period but conven- 
tion refers to the elements lithium .to 
neon (8 elements) as the first short 
period (n = 2), and the elements sodium 
to argon (8 elements) as the second 
short period (n = 3). With entry to the 
n — 4 level there is filling of the 4s, then 
back filling of the 3d, before the 4p are 
filled. Thus this set contains a total of 18 
electrons (potassium to krypton) and is 
called a long period. The next set, 
rubidium to xenon, is similarly a long 
period. See also Aufbau principle. 


periodic acid See iodic( VII) acid. 


periodic law The law upon which the 
modern periodic table is based. Enun- 
ciated in 1869 by Mendeléev, this law 
stated that the properties of the elements 
are a periodic function of their atomic 
weights, i.e. if arranged in order of 
increasing atomic weight then elements 
having similar properties occur at fixed 
intervals. Certain exceptions or gaps in 
the table lead to the view that the 


periodic table 


nuclear charge is a more characteristic 
function, thus the modern statement of 
the periodic law is that the physical and 
chemical properties of elements are a 
periodic function of their proton 
number. 


periodic table A table of the elements 
arranged in order of increasing proton 
number to show similarities in chemical 
behaviour between elements. Horizontal 
rows of elements are called periods. 
Across a period there is a general trend 
from metallic to non-metallic behaviour. 
Vertical columns of related elements are 
called groups. Down a group there is an 
increase in atomic size and in electro- 
positive behaviour. See also group, 
period. 


permanent hardness A type of water 
hardness caused by the presence of 
dissolved calcium, iron, and magnesium 
sulphates or chlorides. This form of 
hardness cannot be removed by boiling. 


Compare temporary hardness. See also 
water softening. 


permanganate {See manganate( VII). 


Permutit (Tradename) A substance used 

to remove unwanted chemicals that have 
dissolved in water. 
TIt is a zeolite consisting of a complex 
chemical compound, sodium aluminium 
Silicate (Na*Alsilicate-). When hard 
water is passed over this material, 
calcium and magnesium ions exchange 
with sodium ions in the Permutit. This 
is a good example of ion exchange. 
Once all the available sodium ions have 
been used up, the Permutit can be 
regenerated by washing it with a 
saturated solution of sodium chloride. 
The excess of sodium ions now exchange 
with the calcium and magnesium ions in 
the Permutit. 


peroxide 1. An oxide containing the 
"O-O' ion. 
2. A compound containing the -O-O- 
group. 


peroxosulphuric(VI) acid (Caro's acid, 


HoSO;) +A white crystalline solid 
formed by reacting hydrogen peroxide 
with sulphuric acid. It is a powerful 
oxidizing agent. 


peta- Symbol: P A prefix denoting 10". 


petrochemicals Chemical obtained from 
crude oil or from natural gas. 


petroleum A mixture of hydrocarbons 
formed originally from marine animals 
and plants, found beneath the ground 
trapped between layers of rock. It i5 
obtained by drilling (also called crude 
oil). Different oilfields produce petro- 
leum with differing compositions. The 
mixture is separated into fractions by 
fractional distillation in a vertica 
column. The main fractions are: 
Diesel oil (gas oil) in the range 
220-350°C, consisting mainly of C-C% 


hydrocarbons. It is used in diese 
engines. e 
Kerosine (paraffin) in the rang! 


160-250°C, consisting mainly of Cui and 
Ci; hydrocarbons. It is a fuel both fo! 
domestic heating and jet engines. Er 
Gasoline in the range 40-180°C, consis 
ting mainly of Cs-Cyo hydrocarbons: A 
is used as motor fuel (petrol) and a5 
raw material for making other chemical: 
Refinery gas, consisting of C! 
gaseous hydrocarbons. fin 
In addition lubricating oils and pania 
wax are obtained from the residue. 
black material left is bitumen tar. 


pewter A tarnish-resistant alloy of ka 
and lead, usually containing 80-90 ny 
Modern pewter is hardened by antimo, e 
and copper, which in the best gr? tef 
replace the lead content. It is light. 
than old pewter and having a bright ol 
Soft satiny finish is often us 
decorative and ceremonial purposes: 
n 
PH The logarithm to base 10 of A 
reciprocal of the hydrogen-ion con® g 
tration of a solution. In pure Wal gs 
25°C the concentration of hydrogen "ph 
is 1.00 x 107 moles 1-1, thus the Fig 
equals 7 at neutrality. An incre.) 
acidity increases the value of Í 


1an 


decreasing the value of the pH below 7. 
An increase in the concentration of 
hydroxide ion [OH-] proportionately 
decreases [H * ], therefore increasing the 
value of the pH above 7 in basic 
solutions. pH values can be obtained 
approximately by using indicators. More 
precise measurements use elecuode 
systems. 


phase One of the physically separable 
parts of a chemical system. For exam- 
ple, a mixture of ice (solid phase) and 
water (liquid phase) consists of two 
Phases. +A system consisting of only 
one phase is said to be homogeneous. A 
System consisting of more than one 
phase is said to be heterogeneous. 


Phase diagram A graphical represen- 
tation of the state in which a substance 
Will occur at a given pressure and 
temperature. 
+The lines show the conditions under 
Which more than one phase can coexist 
at equilibrium. For one-component 
Systems (e.g. water) the point at which 
all three phases can coexist at equili- 
brium is called the triple point and is 
the point on the graph at which the 
pressure-temperature curves intersect. 


Phase equilibrium A state in which the 
Proportions of the various phases in a 
chemical system are fixed. {When two 
Or more phases are present at fixed 
temperature and pressure a dynamic 
Condition will be established in which 
individual particles will leave one phase 
and enter another; at equilibrium this 
Will be balanced by an equal number of 
Particles making the reverse change, 
leaving the total composition unchan- 
Bed. 


Phase rule din a system at equilibrium 
he number of phases (P), number of 
Components (C), and number of 
of freedom (F) are related by the 
formula: 

P+F=C+2 


Phenol 1, (carbolic acid, CeHsOH) ^ 
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phenyl group 


white crystalline solid used to made a 
variety of other organic compounds. 

2. A type of organic compound in which 
a hydroxyl group is bound directly to 
one of the carbon atoms of an aromatic 
ring. Phenols do not show the behaviouz 
typical of alcohols. In particular they 
are more acidic because of the electron- 
withdrawing effect of the aromatic ring. 
The preparation of phenol itself is by 
fusing the sodium salt of the sulphonic 
acid with sodium hydroxide: 
C4H5SO;.ONa + 2NaOH — Cé4H;ONa 
+ NaSO; + H;O 

The phenol is then liberated by sulphuric 
acid: 

2CsHsONa + H;SO, > 2CsH;OH + 
Na2SO; 

Reactions of phenol include: 

(1) Replacement of the hydroxyl group 
with a chlorine atom using phos- 
phorus(V) chloride. 

(2) Reaction with acyl halides to form 
esters of carboxylic acids. 

(3) Reaction with haloalkanes under 
alkaline conditions to give mixed alkyl- 
aryl ethers. 

In addition phenol can undergo further 
substitution on the benzene ring. The 
hydroxyl group directs other substituents 
into the 2- and 4-positions. 


phenolphthalein An acid-base indicator 
that is colourless in acid solutions and 
becomes red if the pH rises above the 
transition range of 8-9.6. It is used as 
the indicator in titrations for which the 
end point lies clearly on the basic side 
(pH>7), e.g. oxalic acid or potassium 
hydrogen tartrate against caustic soda. 


phenylalanine {See amino acids. 


phenylethene (styrene, C;H;CHCH;) A 
liquid hydrocarbon used as the starting 
material for the production of polys- 
tyrene. {The manufacture of , pheny- 
lethene is by dehydrogenation of ethyl 


benzene: 
C, H;C;H; > CsHsCH:CH> + Hz 


phenyl group The group CsHs-, derived 
from benzene. 


phenyihydrazone 
phenylhydrazone +See hydrazone. 


phenylmethanol (benzyl alcohol, 
C,H;CH;OH) +An aromatic primary 
alcohol. Phenylmethanol is synthesized 
by Cannizzaro's reaction, which involves 
the simultaneous oxidation and reduc- 
tion of benzene-carbaldehyde (benzal- 
dehyde) by refluxing in an aqueous 
solution of sodium hydroxide: 

2CsHsCHO 5 C;H,CH;OH + 
C;H;COOH 

Phenylmethanol undergoes the reactions 
characteristic of alcohols, especially 
those in which the formation of a stable 
carbonium ion as an intermediate 
(CsHsCH2*) enhances the reaction. 
Substitution onto the benzene Ting is 
also possible; the -CH;OH group directs 
into the 2- or 4-position by the donation 
of electrons to the ring. 


Phillips process +A method for the 
manufacture of high-density polyethene 
using a catalyst of chromium(III) oxide 
on a promoter of silica and alumina. 
The reaction conditions are 150°C and 
30 atm pressure. See also Ziegler process. 


phlogiston theory A former theory of 
combustion (disproved in the eighteenth 
century by Lavoisier). Flammable 
compounds were Supposed to contain a 
substance (phlogiston), which was 
released when they burned, leaving ash. 


phosphates See phosphoric( V) acid. 


phosphide A compound of phosphorus 
with a more electropositive element. 


phosphine (PH;) +A colourless gas that 
is slightly soluble in water. It has a 
characteristic fishy smell. It can be made 
by reacting water and calcium phosphide 
or by the action of yellow phosphorus 
on a concentrated alkali. Phosphine 
usually ignites spontaneously in air 
because of contamination with diphos- 
phine. It decomposes into its elements if 
heated to 450°C in the absence of oxygen 
and it burns in oxygen or air to yield 
phosphorus oxides. It reacts with 
solutions of metal salts to precipitate 
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phosphides. Like its analogue ammonia 
it forms salts, called phosphonium salts. 
It also forms complex addition com- 
pounds with metal ions. As in ammonia, 
one or more of the hydrogen atoms can 
be replaced by alkyl groups. 


phosphinic acid (hypophosphorous acid, 
H3PO;) A white crystalline solid. It is a 
monobasic acid forming the anion 
HPO; in water. The sodium salt, and 
hence the acid, can be prepared by 
heating yellow phosphorus with sodium 
hydroxide solution. The free acid and its 
salts are powerful reducing agents. 


Phosphonic acid (phosphorous acid, 
orthophosphorous acid, H;PO,) A 
colourless deliquescent solid that can be 
Prepared by the action of water on 
Phosphorus(III) oxide or phospho- 
Tus(II) chloride. It is a dibasic acid 
producing the anions H;PO;, and 
HPO;?- in water. The acid and its salts 
are slow reducing agents. On warming, 
phosphonic acid decomposes to phos- 
phine and phosphoric( V ) acid. 


phosphonium ion +The ion PAGS. 


Phosphor A substance that shows 
luminescence or phosphorescence. 

phosphorescence 1. The absorption of 
energy by atoms followed by emission 
of electromagnetic radiation. Phos- 
Phorescence is a type of luminescence, 
and is distinguished from fluorescence 
by the fact that the emitted radiation 
continues for some time after the source 
of excitation has been removed. In 
Phosphorescence the excited atoms have 
relatively long lifetimes before they 
make transitions to lower energy states. 


However, there is no defined time 
distinguishing phosphorescence from 
fluorescence. 


2. In general usa; 
to the emission 
Produced with a 


ge the term is applied 
of ‘cold light’ — light 
high temperature. The 
name comes from the fact that white 
phosphorus glows slightly in the dark as 
a result of a chemical reaction with 
oxygen. The light comes from excited 


atoms produced directly in the reaction 
— not from the heat produced. It is thus 
an example of  chemiluminescence. 
There are also a number of biochemical 
examples termed bioluminescence; for 
example, phosphorescence is sometimes 
seen in the sea from marine organisms, 
Or on rotting wood from certain fungi 
(known as “fox fire"). 


Phosphoric(V) acid (orthophosphoric 
acid, H;PO;) A white solid that can be 
made by reacting phosphorus(V) oxide 
with water or by heating yellow phos- 
phorus with nitric acid. The naturally 
Occurring phosphates (orthophosphates, 
M;PO,) are salts of phosphoric(V) acid. 
An aqueous solution of phosphoric(V) 
acid has a sharp taste and has been used 
in the manufacture of soft drinks. At 
about 220°C phosphoric(V) acid is 
Converted to pyrophosphoric acid 
(H,P,0;). Pure pyrophosphoric acid in 
the form of colourless crystals is made 
by warming solid phosphoric(V) acid 
With phosphorus(III) chloride oxide. 
Metaphosphoric acid is obtained as a 
Polymer, (HPO;), by heating phos- 
Phoric(V) acid to 320°C. Both meta- 
and pyrophosphoric acids change to 
Phosphoric( V) acid in aqueous solution; 
the change will take place faster at 
higher temperatures. Phosphoric(V) acid 
I5 tribasic, forming: three series of salts 
with the anions H:POs, HPO4", and 
PO,'-. These series of salts are acidic, 
Neutral, and alkaline respectively. The 
alkali metal phosphates (except lithium 
Phosphate) are soluble in water but 
Other metal phosphates are insoluble. 

Osphates are useful in water softening 
and as fertilizers. 


Phosphorous acid See phosphonic acid. 


Phosphorus A reactive solid non-metallic 
Slement; the second element in group M 
Of the periodic table. It has the electronic 
Configuration [Ne]3s°3p> and is there- 
re formally similar to nitrogen. It is 

OWever very much more reactive than 
Nitrogen and is never found in nature In 
© uncombined state. Phosphorus 5 
idespread throughout the world; 


phosphorus 


economic sources are phosphate rock 
(Ca;(PO.)2) and the apatites, variously 
found as fluoroapatite (3Ca;(PO,)2.- 
CaF2) and as chloroapatite, 
(3Ca;(PO,)2CaCl). Guano formed from 
the skeletal phosphate of fish in sea-bird 
droppings is also an important source of 
phosphorus. The largest tonnages of 
phosphorus compounds produced are 
used as fertilizers, with the detergents 
industry producing increasingly large 
tonnages of phosphates. Phosphorus is 
an essential constituent of living tissue 
and bones, and it plays a very important 
part in metabolic processes and muscle 
action. 

+The element is obtained industrially by 
the reduction of phosphate rock using 
sand (SiO;) and coke (C) in an electric 
furnace. The phosphorus is distilled off 
as P, molecules and collected under 
water as white phosphorus. 

2Cax(POs)2 + 6SiO; + 10C — Py + 
6CaSiO; + 10CO 

There are three common allotropes of 
phosphorus and several other modi- 
fications of these, some of which have 
indefinite structures. The common forns 
are: 

(1) white (or yellow) phosphorus (distil- 
lation of phosphorus; soluble in some 
organic solvents) 

(2) red phosphorus (heat on white P, 
insoluble in organic solvents) 

(3) black phosphorus (heat on white 
phosphorus under high pressures). 
Phosphorus, being in group V is non- 
metallic in character and has a suffi- 
ciently high ionization potential for the 
chemistry of bonds to phosphorus to be 
almost entirely covalent. Phosphorus 
compounds are formally P(III) and P(V) 
compounds. The element forms a 
hydride, PH, (phosphine), which is 
analogous to ammonia, but it is not 
formed by direct combination. Phos- 
phorus(V) hydrides are not known. 
When phosphorus is burned in air the 
product is the highly hygroscopic white 
solid P,O: (commonly called. phos- 
phérus pentoxide, P20s); this is the 
P(V) oxide. In a limited supply of air 
the P(III) oxide, P.O; (called phos 


phospnonu. 


phorus trioxide) contaminated with 
unreacted phosphorus is obtained. 
The oxides both react with water to 
form acids; 
P(III), PO, + 6H;0 > 
4H;PO; phosphorous acid 
P(Y), P5O,, + 2H20 > 
4HPO; metaphosphoric acid 
P0O0 T 6H;O =$ 
4H;PO, orthophosphoric acid. 
There are also many poly-phosphoric 
acids and salts with different ring sizes 
and different chain lengths. Pyrophos- 
phoric acid is obtained by melting 
phosphoric acid, further dehydration 
above 200°C leads to metaphosphoric 
acids, 
22H; PO, — H4P5;0; + H;O 
H4P;O; — 2HPO, + H;O 
Polyphosphates with molecular, weights 
from 1000 to 10000 are industrially 
important in detergent formulations and 
the lower members are used to ‘complex’ 
metal ions (sequestration). 
Phosphorus forms the P(III) halides, 
PX; with all the halogens, and P(V) 
halides, PX«, with X = F, CI, Br. The 
P(III) halides are formed by direct 
combination but because of hazards in 
the reaction of phosphorus and fluorine, 
PF; is prepared from PCI; 
The P(III) halides are all pyramidal (as 
is PH;) and are readily hydrolysed. The 
P(V) halides are also readily hydrolysed 
by water in two Stages giving first the 
oxyhalide, then phosphoric acid, 
PX, + H:O > POX, + 2HX 
POX; + 3H;0-, H;PO, + 3HX 
In the gas phase the trihalides are 
pyramidal and the pentahalides are 
trigonal bipyramids. However in carbon 
tetrachloride solution phosphorus pen- 
tachloride is a dimer with two chlorine 
bridges exhibiting the ready expansion 
of the coordination number 


to six. In 
the solid state, (PCI) is [PCL]*[PCL]- 
(the first tetrahedral, the second 


octahedral) obtained by transfer of a 
chloride ion. 

Phosphorus interacts directly with 
several metals and metalloids to give: 
(1) Ionic phosphides such as Na;P, 
Ca;P;, Sr; P;. 


(2) Moleculz: phosphides such as PS 
and P4S.. 

(3) Metallic phosphides such as Fe;P. 
Symbol: P; m.p. 44.1*C (white p); b.p. 
280.5°C; r.d. 2.70; p.n. 15; r.a.m. 30.9. 


phosphorus(II1) bromide (phosphorus 


tribromide, PBr;) A colourless liquid 
made by reacting phosphorus with 
bromine. It is readily hydrolysed by 
water to phosphonic acid and hydrogen 
bromide. Phosphorus(III) bromide 1S 
important in organic chemistry, being 
used to replace a hydroxyl group with 4 
bromine atom. 


phosphorus(V) bromide (phosphorus 


pentabromide, PBr;) A yellow crystal- 
line solid that sublimes easily. It can be 
made by the reaction of bromine an 
Phosphorus(III) bromide. Phospho- 
rus(V) bromide is readily hydrolysed by 
water to phosphoric(V) acid and hydro- 
gen bromide. Its main use is in organic 
chemistry to replace a hydroxyl grouP 
with a bromine atom. 


Phosphorus(1II) chloride (phosphorus 


trichloride, PCl;) A colourless liqui 
formed from the reaction of phosphorus 
with chlorine. It is rapidly hydroly 
by water to phosphonic acid and hydro" 
gen chloride. Phosphorus(III) chloride 
is used in organic chemistry to replace ? 
hydroxyl group with a chlorine atom. 


phosphorus(V) chloride (phosphorv 


pentachloride, PCI) A white easily 
sublimed solid formed by the action T 
chlorine on phosphorus(III) chloride. 

is hydrolysed by water to phosphoric( Y i 
acid and hydrogen chloride. Its ma! 

use is as a chlorinating agent in organ 

chemistry to replace a hydroxyl grouP 
with a chlorine atom. 


phosphorus(II1) chloride oxide (pho 


phorus trichloride oxide, phosphor” 
oxychloride, phosphoryl chlor 

POCI;) A colourless liquid that can I) 
obtained by reacting phosphorus(}. 
chloride with oxygen or by disti P. 
Phosphorus(III) chloride with poU 
sium chlorate. The reactions of ph? 


Phorus(III) chloride oxide are similar to 
those of phosphorus(III) chloride. The 
chlorine atoms can be replaced by alkyl 
8roups using Grignard reagents or by 
alkoxo groups using alcohols. Water 
hydrolysis yields phosphoric( V) acid. 
Phosphorus(II]) chloride oxide forms 
complexes with many metal ions. 


phosphorus(11I) oxide (phosphorus 
trioxide, P,O,) A white waxy solid with 
a characteristic smell of garlic; it usually 
exists as P4O, molecules. It is soluble in 
Organic solvents, such as benzene and 
carbon disulphide, and is made by 
burning phosphorus in a limited supply 
of air. Phosphorus(III) oxide oxidizes in 
air to phosphorus(V) oxide at room 
temperature and inflames above 70°C. It 
dissolves slowly in cold water or dilute 
alkalis to give phosphonic acid or one of 
Its salts. Phosphorus(III) oxide reacts 
Violently with hot water to form phos- 
Phine and phosphoric(V) acid. 


Phosphorus( V) oxide (phosphorus 
Pentoxide, P,O;) A white powder that is 
Soluble in organic solvents. It usually 
exists as P,Oj molecules. Phos- 
Phorus(V) oxide can be prepared by 

urning phosphorus in a plentiful supply 
Of oxygen. It readily combines with 
Water to form phosphoric(V) acid and is 
therefore used as a drying agent for 
Bases, It is a useful dehydrating agent 

Cause it is able to remove the elements 
9! water from certain oxyacids and other 
Compounds containing oxygen and 
ny drogen; for example. it reacts with 
Mtric acid (HNO;) to give nitrogen 
Pentoxide (N,O;) on heating. 


Phosphorus oxychloride See phos- 
Phorus(TIT) chloride oxide. 


Phosphorus pentabromide See phos- 
Phorus( V) bromide. 


Phosphorus pentachloride See phos- 
9rus(V) chloride. 


D 
hosp horus pentoxide See phospho- 
TM) oxide. 
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photoelectric effect 


phosphorus tribromide See phos- 
phorus( III) bromide. 


phosphorus trichloride See phos- 
phorus( III) chloride. 


phosphorus trichloride oxide See phos- 
phorus( III) chloride oxide. 


phosphorus trioxide See phospho- 
rus( HI) oxide. 


phosphoryl chloride See phospho- 
rus( III) chloride oxide. 


phot +A unit of illumination in the c.g.s. 
system, equal to an illumination of one 
lumen per square centimetre. It is equal 
to 10* Ix. 


photochemical reaction A reaction 
brought about by light; examples include 
the bleaching of coloured material, the 
reduction of silver halides, and the 
photosynthesis of carbohydrates. Che- 
mical changes only occur when the 
reacting atoms or molecules absorb 
photons of the appropriate energy. 
+The amount of substance that reacts is 
proportional to the quantity of energy 
absorbed. For example, in the reaction 
between hydrogen and chlorine, it is not 
the concentrations of hydrogen or 
chlorine that dictate the rate of reaction 
but the intensity of the radiation. 


photochemistry The branch of chemistry 
dealing with reactions induced by light 
or ultraviolet radiation. 


photoelectric effect The emission of 
electrons from a solid (or liquid) surface 
when it is irradiated with electromag- 
netic radiation. For most materials the 
photoelectric effect occurs with ultravio- 
let radiation or radiation of shorter 
wavelength; some show the effect with 
visible radiation. 
+In the photoelectric effect, the number 
of electrons emitted depends on the 
intensity of the radiation and not on its 
frequency. The kinetic energy of the 
electrons that are ejected depends on the 
frequency of the radiation. This was 


hotoelectron 


explained, by Einstein, by the idea that 
electromagnetic radiation consists ol 
streams of photons. The photon energy 
is h», where h is the Planck constant and 
v» the frequency of the radiation. To 
remove an electron from the solid a 
certain minimum energy must be 
supplied, known as the work function, 
$. Thus, there is a certain minimum 
threshold frequency vo for radiation to 
eject electrons: hr = 6. If the frequency 
is higher than this threshold the electrons 
are ejected. The maximum kinetic energy 
(W) of the electrons is given by 
Einstein's equation: 
W-h-$ 

The photoelectric effect also occurs with 
gases. See photoionization. 


hotoelectron An electron ejected from 
a solid, liquid, or gas by the photoelectric 
effect or by photoionization. 


hotoemission The emission of pho- 
toelectrons by the photoelectric effect or 
by photoionization. 


hotoionization +The ionization of 
atoms or molecules by electromagnetic 
radiation. Photons absorbed by an atom 
may have sufficient photon energy to 
free an electron from its attraction by 
the nucleus. The process is 

M+ h> M+ +e 
As in the photoelectric effect, the 
radiation must have a certain minimum 
threshold frequency. The energy of the 
photoelectrons ejected is given by W = 
hy - I, where I is the ionization poten- 
tial of the atom or molecule. 


hotolysis A chemical reaction that is 
produced by electromagnetic radiation 
(light or ultraviolet radiation). Many 
photolytic reactions involve the for- 
mation of free radicals. 


hysical change A change to a substance 

that does not alter its chemical proper- 
ties. Physical changes (e.g. melting, 
boiling, and dissolving) are compara- 
tively easy to reverse. 


hysical chemistry The branch of 
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chemistry concerned with physical 
properties of compcunds and how these 
depend on the chemical bonding. 


physisorption See adsorption. 


pico- Symbol: p A prefix denoting 1077. 
For example, 1 picofarad (pF) = 107"? 
farad (F). 


pig iron The crude iron produced from a 
blast furnace, containing carbon, silicon, 
arid other impurities. The molten iron is 
run out of the furnace into channels 
(called 'sows'), which branch out into a 
number of offshoots (called ‘pigs’) in 
which the metal is allowed to cool. 


pigment An insoluble colouring material. 
pi bond +See orbital. 
pi orbital +See orbital. 


pipette A device used to transfer a known 
volume of solution from one container 
to another; in general, several samples 
of equal volume are transferred for 
individual analysis from one stock 
solution. Pipettes are of two types, bulb 
Pipettes, which transfer a known and 
fixed volume, and graduated pipettes, 
which can transfer variable volumes: 
Pipettes were at one time universally 
mouth-operated but safety pipettes using 


a plunger or rubber bulb are now 
preferred. 


pK The logarithm to the base 10 of the 
reciprocal of an acid’s dissociation 
constant: 


logio(1/K) 


Planck constant Symbol: h A fun- 
damental constant; the ratio of the 
energy (W) carried by a photon to its 
frequency (v). A basic relationship 1 
the quantum theory of radiation is W E 
hr. +The value of A is 6.626 196 x 10^ 
Js. The Planck constant appears !^ 
many relationships in which some obsti” 
vable measurement is quantized (i... can 
take only specific separate values rathet 
than any of a range of values). 


plane polarization A type of polariza- 
tion of electromagnetic radiation in 
which the vibrations take place entirely 
in one plane. 


plasma A mixture of ions and electrons, 
as in an electrical discharge. Sometimes, 
à plasma is described as a fourth state of 
matter. 


Plaster of Paris See calcium sulphate. 
Platinic chloride See chloroplatinic acid. 


Platinum A transition metal. It occurs 
Naturally in Australia and Canada, either 
free or in association with other 
platinum metals. It is resistant to 
Oxidation and is not attacked by acids 
(except aqua regia) or alkalis. Platinum 
I$ used as a catalyst for the oxidation of 
ammonia to manufacture nitric acid and 
in jewellery. 

Symbol: Pt; m.p. 1770?C; b.p. 3830°C; 
r.d. 21.5; p.n. 78; r.a.m. 195.09. 


Platinum black A finely divided black 
form of platinum produced, as a coating, 
by evaporating platinum onto a surface 
in an inert atmosphere. Platinum-black 
Coatings are used as pure absorbent 
electrode coatings in experiments on 
electric cells, They are also used, like 
Carbon-black coatings, to improve the 
ability of a surface to absorb radiation. 


Platinum(IJ) chloride (PtCh) A grey- 
Town powder prepared by the partial 
decomposition of platinum(IV) chloride. 
t may also be prepared by passing 
Chlorine over heated platinum. tPla- 
tinum(II) chloride is insoluble in water 
"t dissolves in concentrated hydro- 
*hloric acid to form a complex acid. 


Platinum py) chloride (PtCl) ^ 
reddish hygroscopic solid prepared by 
© action of heat on chloroplatinic 
acid. Crystals of the pentahydrate, 
PCI, sio, are formed; anhydrous 
Þlatinum(IV) chloride is prepared by 
cating the hydrated crystals with 
iqacentrated sulphuric acid. The chlor- 
© dissolves in water to produce à 


polar bond 


strongly acidic solution. *Platinum(IV) 
chloride forms a series of hydrates 
having 1, 2, 4, and 5 molecules of water; 
the tetrahydrate is the most stable. The 
strongly acidic solution produced on 
dissolving in water probably contains 
H3[PtCL(OH );]. 


platinum-iridium An alloy of platinum 
containing up to 30% iridium. Hardness 
and resistance to chemical attack 
increase as the iridium content is 
increased. It is used in jewellery, electri- 
cal contacts, and hypodermic needles. 


platinum metals +The group of tran- 
sition metals ruthenium (Ru), osmium 
(Os), rhodium (Rh), iridium (Ir), 
palladium (Pd), and platinum (Pt). They 
are sometimes classed together as they 
have related properties and compounds. 


plumbane (lead(IV) hydride, PbH;) A 
colourless unstable gas that can be 
obtained by the action of acids on a 
mixture of magnesium and lead pellets. 


plumbic Designating a lead(IV) com- 
pound. 


plumbous Designating a lead(II) com- 


„pound. 


plutonium A highly toxic radioactive 
silvery element of the actinoid series of 
metals. It is a transuranic element found 
on Earth only in minute quantities in 
uranium ores but readily obtained, as 
plutonium-239, by neutron bombard- 
ment of natural uranium. The readily 
fissionable ??Pu is a major nuclear fuel 
and nuclear explosive. 
Symbol: Pu; m.p. 641"C; b.p. 3232 C: 
r.d. 19.84; p.n. 94; stablest isotope **“Pu. 


poison A substance that destroys catalyst 
activity. 

polar Describing a compound with mole- 
cules that have a permanent dipole 
moment. Hydrogen chloride and water 
are examples of polar compounds. 


polar bond A covaffpt bond in which 
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polarizability 


the bonding electrons are not shared 
equally between the two atoms. A bond 
between two atoms of different elec- 
tronegativity is said to be polarized in 
the direction of the more electronegative 
atom, i.e. the electrons are drawn 
preferentially iowards the atom. This 
leads to a small separation of charge 
and the development of a bond dipole 
moment as in, for example, hydrogen 
fluoride, represented as H<F or as 
H**-F^ (F is more electronegative). 
The charge separation is much smaller 
than in ionic compounds; molecules in 
which bonds are strongly polar are said 
to display partial ionic character. The 
effect of the electronegative element can 
be transmitted beyond adjacent atoms, 
thus the C-C bonds in, for example, 
CClh.CH; and CH;.CHO are slightly 
polar. See also dipole moment, inter- 
molecular forces. 


polarizability The ease with which an 
electron cloud is deformed (polarized ). 
In ions, an increase in size or negative 
charge leads to an increase in polariz- 
ability. The concept is of particular use 
in the treatment of covalent contri- 
bu.ions to predominantly ionic bonds 
embodied in Fajans' Rules. Thus ions, 
such as L', Se^, Te*, are especially 
prone to covalent character, particularly 
in combination with ions of small size 
and high positive charge (i.e. high ionic 
potential). Molecular polarizability is a 
measure of the ease with which electrons 
in the molecule are deformed, parti- 
cularly by electromagnetic radiation. 


polarization 1. The restriction of the 
vibrations in a transverse wave so that 
the vibration occurs in a single plane. 
Electromagnetic radiation, for instance, 
Is a transverse wave motion. It can be 
thought of as an oscillating electric field 
and an oscillating magnetic field, both 
at right | angles to the direction of 
Propagation and at right angles to each 
other. Usually, the electric vector is 
considered since it is the electric field 
that interacts with charged particles of 
matter and causes the effects. In "normal" 
unpolarized radiation, the electric field 
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oscillates in all possible directions 
perpendicular to the wave direction. On 
reflection or on transmission through 
certain substances (e.g. Polaroid) the 
field is confined to a single plane. The 
radiation is then said to be plane- 
polarized. 

2. See polarizability. 

3. +The reduction of current in a voltaic 
cell, caused by the build-up of products 
of the chemical reaction. Commonly, 
the cause is the build-up of a layer of 
bubbles (e.g. of hydrogen). This reduces 
the effective area of the electrode, 
causing an increase in the cell's internal 
resistance. It can also produce a back 
em.f. Often a substance such as 
manganese(IV) oxide (a depolarizer) is 
added to prevent hydrogen build-up. 


polar molecule A molecule in which the 
individual polar bonds are not perfectly 
symmetrically arranged and are there- 
fore not ‘in balance’. Thus the charge 
separation in the bonds gives rise to an 
overall charge separation in the molecule 
as for example, in water. Such molecules 
Possess a dipole moment. 


polarography An analytical method in 
which current is measured as a function 
of potential. A special type of cell is 
used in which there is a small easily 
polarizable cathode (the dropping 
mercury electrode) and a large non- 
polarizable anode (reference cell). The 
analytical reaction takes place at the 
cathode and is essentially a reduction of 
the cations, which are discharged accor- 
ding to the order of their E values. The 
data is expressed in the form of 2 
Polarogram, which is a plot of current 
against applied voltage, As the applied 
Potential is increased a point is reach B 
at which the ion is discharged. There i5 
a step-wise increase in current, which 
levels off because of polarization effects. 
The potential at half the step height 
(called the half-wave potential) is 
to identify the ion, Most elements can 
be determined by polarography. The 
optimum concentrations are in the range 
10-10*M; modified techniques allow 


terminations in the parts per million 
range. 


Polar solvent A solvent in which the 
molecules possess a moderate to high 
dipole moment and in which polar and 
ionic compounds are easily soluble. 
Polar solvents are usually poor solvents 
for non-polar compounds. For example, 
water is a good solvent for many ionic 
species, such as NaCl, KNOs, or polar 
molecules, such as the sugars, but does 
not dissolve paraffin wax. 

*The dipole moment of the polar solvent 
molecule permits moderately strong 
intermolecular attraction between it and 
the charged regions of the solute mole- 
cules (solvation); if the energy of 
Solvation exceeds the lattice energy of 
the solute, dissolution will occur. 
Compare non-polar solvent. 


Polonium A radioactive metallic element 
longing to group VI of the’ periodic 
table. It occurs in very minute quantities 
In uranium ores. Over 30 radioisotopes 
are known, nearly all alpha-particle 
emitters. A suggested use for polon- 
lum-210 is as a thermoelectric power 
Source in satellites. 
Symbol: Po; m.p. 254°C: b.p. 962°C; 
r-d. 9; p.n, 84; stablest isotope "Po. 


Polyamide +A synthetic polymer in 
which the monomers are linked by the 
8toup -NH-CO-. Nylon is an example 
9f a polyamide. 


Polyatomic Describing a molecule (or 
on or radical) that consists of several 
atoms (three or more). Examples are 

Nene (C,H,) and methane (CH4). 


olychloroethene (polyviny! chloride, 

chi ) A synthetic polymer made from 

With o hene, It is a strong materiai 
a wide variety of uses. 


Roj 
vlyerystalline Describing a substance 
™Posed of very many minute inter- 


loci AEP 
n solidified 
together. crystals that, have 
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polymorphism 


polycyclic Describing a compound that 
has two or more rings in its molecules. , 


polyene *An alkene with more than two 
double bonds in its molecules. 


polyester A syntnetic polymer made by 
reacting alcohols with acids, so that the 
monomers are linked by the group -O- 
CO-. Synthetic fibres such as Terylene 
and Dacron are polyesters. 


polyethene (polyethylene, polythene) A 
synthetic polymer made from ethene. It 
is produced in two forms — a soft 
material of low density and a harder, 
higher density form, which is more rigid. 
*It can be made by the Ziegler process. 


polyethylene See polyethene. 


polyhydric alcohol +An alcohol that has 
several -OH groups in its molecules. 


polymer A compound in which there are 
very large molecules made up of 
repeating molecular units (monomers). 
Polymers do not usually have a definite 
relative molecular mass, as there are 
variations in the lengths of different 
chains. They may be natural substances 
(e.g. polysaccharides or proteins) or 
synthetic materials (e.g. nylon or 
polyethene). See also polymerization. 


polymerization The process in which 
one or more compounds react to form a 
polymer. Homopolymerization is poly- 
merization of one monomer (e.g. the 
formation of polyethene) Copolymer- 
ization involves two or more, monomers 
(as for nylon). Addition polymerization 
occurs when the monomers undergo 
addition reactions, with no other 
substance formed. Condensation poly- 
merization involves the elimination of 
small molecules in formation of the 
polymer. See nylon. 


polymorphism The ability of certain 
chemical substances to exist im more 
than one physical form. For elements 
this is called allotropy. 1 he existence of 
two forms is called dimorphism.. 


polypropene 
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Addition polymers 


+Crystalline structures of compounds 
can vary with temperature as a result of 
different packing arrangements of the 
particles, There is a transition tempera- 
ture between two forms and usually a 
marked change in density. 


polypropene (polypropylene) A syn- 
thetic polymer made from propene. It is 
similar in properties to polythene, but 
stronger and lighter. *The Propene is 
polymerized by the Ziegler process, 


polypropylene See polypropene. 


polysaccharide High molecular poly- 
mers of the monosaccharides or sugars. 
They contain many repeated units in 
their molecular Structures. They can be 


broken down to smaller polysaccharides: 
disaccharides, and monosaccharides e 
hydrolysis or by the appropriate enzyme. 
Important Polysaccharides are un 
Starch, glycogen (also known as anima 
Starch), and cellulose. See also carbohy- 
drate, Sugar. 


Polystyrene +4 synthetic polymer made 
from styrene (phenylethene). Expande 
Polystyrene is a rigid foam used i? 
Packing and insulation, 


Polytetrafluoroethene (PTFE) A syn 
thetic Polymer made from tetrafluoroe 
thene (ie. CF:CF,), It is able <t? 
withstand high temperatures without 
decomposing and also has a very 10W 
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coefficient of friction. hence its use in 
non-stick pans, bearing. etc. 


polyurethane *A synthetic polymer 
containing the group -NH-CO-O link- 
ing the monomers. Polyurethanes are 
made by condensation of isocyanates 
(-NCO) with alcohols. 


Polyvinyl chloride See polychloroe- 
thene. 


potassium A soft reactive metal; the 
third member of the alkali metals (group 
I of the periodic table). The atom has 
the argon electronic configuration plus 
an outer 4s! electron. The element gives 
a distinct lilac colour to flames but, due 
to the intense yellow colouration from 
any trace impurity of sodium, the flame 
must be viewed through a cobalt glass. 
The ionization potential is low and the 
chemistry of potassium largely the 
Chemistry of the unipositi i 
Potassium accounts for 2.4% of the 
lithosphere and occurs in large salt 
deposits such as camallite (KCI. 
MgCl;.6H,O) and arcanite (K;SO.). 
Large amounts also occur in mineral 
forms that are not of much use for 
recovery of potassium, e.g., orthoclase, 
K;ALlSi,O;. The commercial usage of 
Potassium is much smaller than that of 
Sodium; industrially the element is 
Obtained by electrolysis of the fused 
hydroxide. Potassium hydroxide is 
Obtained by electrolysis of carnallite 
Solutions (the magnesium is initially 
Precipitated as Mg(OH):), and both 
drogen and chlorine are recovered as 
by-products. The chemistry of potas- 
Sium and its compounds is very similar 
to that of the other group 1 elements; 
Particular points of distinction from 
Sodium are: 
(1) Burning in air 
Superoxide KO;. 
(2) Because of the larger size of the K* 
ion and hence lower lattice energies, 
Potassium salts are often more soluble 
than corresponding sodium salts. 
Potassium salts are usually less 
heavily hydrated than corresponding 
Sodium salts. 


produces the 


potassium chlorate 


The most abundant isotope of potas- 
sium is K (93.1%), with *'K also a 
stable isotope (6.8%), but there is a 
naturally occurring radioactive isotope 
WK (0.11%). 

Like sodium, potassium forms a number 
of ionic alkyl- and aryl-, derivatives of 
the type RK. 

Symbol: K; m.p. 63.7"C; b.p. 756"C; r.d. 
0.86; p.n. 19; r.a.m. 39.09. 


potassium bicarbonate Sce potassium 
hydrogencarbonate. 


potassium bromide (K Br) A white solid 
that is extremely soluble in water. It is 
formed by the action of bromine on hot 
potassium hydroxide solution or by the 
neutralization of the carbonate with 
hydrobromic acid. Potassium bromide 
forms colourless cubic crystals. It is 
used extensively in the manufacture of 
photographic plates, films, and papers 
and (formerly) as a sedative in medicine. 


potassium carbonate (pearl ash. 
K;CO;) A white deliquescent solid 
manufactured from potassium chloride 
by the Leblanc process or, more often, 
using the Precht process. It cannot be 
made by the Solvay process. In the 
laboratory, it can be prepared by ther- 
mal decomposition of potassium hydro- 
gencarbonate. Potassium carbonate is 
very soluble in water, its solutions being 
strongly alkaline due to salt hydrolysis. 
It is used in the laboratory as a drying 
agent and industrially in the manufacture 
of soft soap, hard glass, and in the 
dyeing industry. Potassium carbonate 
crystallizes out between 10 and 25°C as 
K;CO:.3H;0; it dehydrates at 100°C to 
K,CO;.H20 and at 130°C to KiCO;. 
Potassium carbonate is useful in salting 
out alcohg! from aqueous solutions. 


potassium chlorate (KCIO;) A white 
soluble solid prepared by the electroly- 
sis of a concentrated solution of potas- 
sium chloride. Industrially, it is prepared 
by the fractional crystallization of a 
solution containing sodium chlorate and 
potassium chloride. When heated, it 
decomposes to yield oxygen and potas- 
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poundal 


which an electrode is used in the reaction 
mixture. The end point can be found by 
monitoring the potential of this during 
the titration. 


poundal Symbol: pd! +The unit of force 


in the f.p.s. system. It is equal to 
0.138 255 N. 


praseodymium A soft ductile malleable 
silvery element of the lanthanoid series 
of metals. It occurs in association with 
other lanthanoids. Praseodymium is used 
in several alloys, as a catalyst, and in 
compound form in carbon-arc search- 
lights, etc., and in the glass and enamel 
industries. 
Symbol: Pr; m.p. 931°C; b.p. 3212C; 
r.d. 6.77; p.n. 59; r.a.m. 140.91. 

precipitate A suspension of small parti- 


cles of a solid in a liquid formed by a 
chemical reaction. 


pressure Symbol: p The pressure on a 
surface due to forces from another 
Surface or from a fluid is the force 
acting at 90° to unit area of the surface: 

Pressure = force/area 
The unit is the pascal (Pa). 


primary cell A voltaic cell in which the 
chemical reaction that produces the 


emf. is not reversible. Compare 
accumulator. 


primary standard A substance that can 
be used directly for the preparation of 
standard solutions without reference to 
Some other concentration standard. 
Primary standards should be easy to 
purify, dry, capable of preservation in a 
pure state, unaffected by air or CO; of a 
high molecular weight (to reduce the 
significance of weighing errors), stoi- 
chiometric, and readily soluble. Any 
likely impurities should be easily identi- 
fiable. 


producer gas (air gas) A mixture of 
carbon monoxide (25-30%), nitrogen 
(50-55%), and hydrogen (10-15%), 
prepared by passing air with a little 
steam through a thick layer of white-hot 


coke in a furnace or ‘producer’. The air 
gas is used while still hot to prevent 
heat loss and finds uses in industrial 
heating, for example the firing of retorts 


and in glass furnaces. Compare water 
gas. 


proline +See amino acids. 


promethium A radioactive element of , 

the lanthanoid series of metals. It is not 
found naturally on Earth but can be 
produced artificially by the fission of 
uranium. Possible uses involve its 
radioactive properties. 
Symbol: Pm; mp. 1168°C (approx.): 
b.p. 2460°C (approx.); r.d. 7.22; p.n. 61; 
Stablest isotope 'SPm (half-life 18 
years), 


Promoter (activator) A substance that 
improves the efficiency of a catalyst. It 
does not itself catalyse the reaction but 
assists the catalytic activity. For exam- 
ple, alumina or molybdenum promotes 
the catalytic activity of finely divided 
iron in the Haber process. 
fThe manner in which a promoter 
functions is not fully understood; no 
one theory covers all the examples. 

See coenzymes. 


Proof +A measure of the ethanol content 
of intoxicating drinks, In the UK, proof 
Spirit contains 42.28% of ethanol by 
Weight (57.1% by volume at 16°C). In 
the US it contains 50% by volume. The 
degree of proof gives the number of 
Parts of proof spirit per 100 parts of the 
total. 100° of proof is 57.1% by volume, 
80° of proof is 0.8 x 57.1%, etc. 


Propanal (propionaldehyde, C;H.CHO) 
tA colourless liquid aldehyde. 


Propane (CiH;) 
obtained either fro, 
of crude oil or by 
fractions. The pri 
is as a fuel for 
Since it can be liq 
Stored in cyling 
easily. Propane i 
the homologous 


A gaseous alkane 

m the gaseous fraction 
the cracking of heavier 
Ncipal use of propane 
heating and cooking. 
uefied under pressure, 
ers, and transported 
5 the third member of 
Series of alkanes. 
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propane-1,2,3-triol (glycerol, glycerine, 
CH4OH)CH(OH)CH3OH)) A col- 
ourless viscous liquid obtained as a by- 
product from the manufacture of soap 
by the reaction of animal fats with 
sodium hydroxide. It is used as a solvent 
and plasticizer. *See also glyceride. 


Propanoic acid (propionic acid, C:H;C- 
OOH) +A colourless liquid carboxylic 
acid, 


propanol Either of two alcohols: 
Propan-l-ol (CHiCH;CH;OH) and 
propan-2-0l (CH:iCH3(OH)CH;). Both 
are colourless volatile flammable liquids. 


Propanone (acetone, CH:COCH;) A 
colourless liquid ketone, used as a 
solvent and in the manufacture of methyl 
2-methyl-propanoate (from which per- 
spex is produced). *Propanone is 
manufactured from propene, either by 
the air-oxidation of propan-2-ol or, more 
recently, as a by-product from the 
cumene process. 


Propene (propylene, CiH«) A gaseous 
„alkene. Propene is not normally present 
in the gaseous crude-oil fraction but can 
be obtained from heavier fractions by 
Catalytic cracking. This is the principal 
industrial source. Propene is the organic 
Starting material for the production of 
Propan-2-ol, required for the manufac- 
lure of propanone (acetone), and the 
Slarting material for the production of 
Polypropene (polyprene). 


Propenonitrile (acrylonitrile, H2C:- 
CH(CN) *An organic compound from 
Which acrylic-type polymers are pro- 
duced, 

Propionaldehyde +See propanal. 

Propionic acid +See propanoic acid. 

Propylene See propene. 

Propyl group The group CHsCH;CH:- 


Protactinium A toxic radioactive element 
OF the actinoid series of metals. It occurs 
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pseudo-first order 


in minute quantities in uranium ores as 
a radioactive decay-product of actinium. 
Symbol: Pa; m.p. below 1600°C; r.d. 
15.4 (calc.); p.n. 91; stablest isotope 
?5iPa (half-life 32 480 years). 


Peptide link 


protein A naturally occurring compound 
found in all living matter, consisting of 
amino acids linked into long chains. 
+The primary structure is the particular 
sequence of amino acids present. The 
protein also has a secondary structure, 
with the chains coiled in a helix or held 
together in pleated sheets. The tertiary 
structure is the way in which the chain 
or sheet is arranged in space. Secondary 
structures are held by hydrogen bonds 
between N-H and O-C groups. 
Tertiary structures are held by hydrogen 
bonds or cross linkages of the type 
-S-S- (cystine links). 
See also amino acid, peptide. 


proton An elementary particle with a 
positive charge (+ 1.602 192 C) and rest 
mass 1.672614 x 10-7 kg. Protons are 
nucleons, found in all nuclides. 


proton number (atomic number) Sym- 
bol: Z The number of protons in the 
nucleus of an atom. The proton number 
determines the chemical properties of 
the element because the electron struc- 
ture, which determines chemical bon- 
ding, depends on the electrostatic attrac- 
tion to the positively charged nucleus. 


pseudoaromatic +See aromatic com- 
pound. 
pseudo-first order +Describing a reac- 


pseudohalogens 


tion that appears to exhibit first-order 
kinetics under special conditions, even 
though the ‘true’ order is greater than 
one. For example, in the hydrolysis of 
an ester in the presence of a large 
volume of water, the conceptration of 
water remains approximately constant. 
The rate of reaction is thus found 
experimentally to be Proportional to the 
concentration of the ester only (even 
though it also depends on the amount of 
water present). Such a reaction is 


described as ‘bimolecular of the first 
order’, 


pseudohalogens +A small group of 
simple inorganic compounds with 
symmetrical molecules that resemble 
the halogens in some reactions and 
compounds. For example, (CN); (cyan- 
ogen) has compounds analogous to 
halogen compounds (e.g. HCN, KCN, 
CH3CN, etc.). Thiocyanogen, (SCN), 
is another example. 


PTFE See polytetrafluoroethene. 
PVC See polychloroethene. 


Pyranose tA sugar that has a six- 
membered ring form (five carbon atoms 
and one oxygen atom). See also sugar. 


N 
Pyridine 


pyridine (C;H;N) +An organic liquid of 
formula CsHsN. The molecules have a 
hexagonal planar ring ánd are isoelec- 
tronic with benzene. Pyridine is an 
example of an aromatic heterocyclic 
compound, with the electrons in the 
carbon-carbon pi bonds and the lone 
pair of the nitrogen delocalized over the 
ring of atoms. The compound is 
extracted from coal tar and used as a 


Solvent and raw material for organic 
synthesis. 


Pyrites A mineral sulphide of a metal; 
e.g. iron pyrites FeS}. 


pyrolysis The decomposition of chemical 
compounds by subjecting them to very 
high temperature. 


Pyrometer An instrument used in the 
chemical industry to measure high 
temperature, e.g. in reactor vessels. 


Pyrophoric 1. Describing a compound 
that ignites spontaneously in air. d 
2. Describing a metal or alloy that gives 
sparks when struck. (Lighter flints are 
made of pyrophoric alloy), 


pyrosulphuric acid See oleum. 


quadrivalent Having a valence of four. 


qualitative analysis Analysis carried 
Out with the purpose of identifying the 
Components of a sample, Classical 
methods involved simple preliminary 
tests followed by a carefully devised 
Scheme of systematic tests and pro- 
cedures. Modern methods include the 
use of such techniques as infrared 
Spectroscopy and emission spectro- 
graphy. Compare quantitative analysis. 


quantitative analysis Analysis carried 
out with the purpose of determining the 
concentration of one or more com- 
ponents of a sample. Classical wet 
methods include volumetric and gravi- 
metric analysis. A wide range of more 
modern instrumental techniques are also 
used, including Polarography and vari- 


ous types of Spectroscopy. Compare 
qualitative analysis. 
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uuantized +Describing a physical quan- 
tity that can only take certain discreet 
values, and not a continuous range of 
values. Thus, in an atom or molecule 
the electrons around the nucleus can 
have certain energies, Ej, E; etc., and 
cannot have intermediate values. Simi- 
larly, in atoms and molecules, the 
electrons have quantized values of spin 
angular momentum and orbital angular 
momentum. 


quantum (plural quanta) *A definite 
amount of energy released or absorbed 
in a process. Energy often behaves as if 
it were ‘quantized’ in this way. The 
quantum of electromagnetic radiation is 
the photon. 


quantum electrodynamics *The use of 
quantum mechanics to describe how 
particles and electromagnetic radiation 
interact. 
quantum mechanics +See quantum 
theory. 


quantum number tAn integer or half 
integer that specifies the value of a 
quantized physical quantity (energy, 
angular momentum, etc.) See atom, 
Bohr theory, spin. 


Quantum states iStates of an atom, 
electron, particle, etc., specified by a 
unique set of quantum numbers. For 
example, the hydrogen atom in its 
Bround state has an electron in the K 
Shell specified by the four quantum 
numbers: n = 1, | = 0, m = 0, m = 
1/2. In the helium atom there are two 
electrons: 

n= 1,1 =0,m=0,m, = 1/2 
n=1,1=0,m=0,m = -1/2 


quantum theory 7A mathematical theory 
Originally introduced by Max Planck 
(1900) to explain the radiation emitted 
from hot bodies. Quantum theory !5 
based on the idea that energy (or certain 
Other physical quantities) can be chan- 
ged only in certain discrete amounts for 
a given system. Other early applications 
were the explanations of the photoelec- 


quicklime 


tric effect and the Bohr theory of the 
atom. 

Quantum mechanics `s a system of 
mechanics that developed from quan- 
tum theory and is used to explain the 
behaviour of atoms, molecules, etc. In 
one form it is based on de Broglie's idea 
that particles can have wavelike proper- 
ties — this branch of quantum 
mechanics is called wave mechanics. 
Wave mechanics is the basis of modern 
theory. See orbital. 


quartz A natural crystalline form of 
silica (SiO;). 


quaternary ammonium compound A 
compound formed from an amine by 
addition of a proton to produce a 
positive ion. Quaternary compounds are 
salts, the simplest example being 
ammonium compounds formed from 
ammonia and an acid, for example: 

NH, + HCI 2 NH,* CI 
Other amines can also add protons to 
give analogous compounds. For ins- 
tance, methylamine (CHiNH;) forms 
the compound 

[CHiNH;]* X: 

where X- is an acid radical. 
+The formation of quarternary com- 
pounds occurs because the lone pair on 
the nitrogen atom can form a coordinate 
bond with a proton. This can also occur 
with heterogeneous nitrogen com- 
pounds, such as adenine, cytosirie, 
thymine, and guanine. Such compounds 
are known as nitrogenous bases. 


quenching A method used to alter the 
mechanical properties of metals. Hot 
metal is lowered quickly into a bath of 
oil, water, or brine and the rapid cooling 
results in a fine grain structure. This 
treatment increases the hardness of a 
metal but often makes it brittle. 


quicklime Sce calcium oxide. 
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racemate 


racemate See optical activity. 
racemic mixture See optical activity. 


racemization +The conversion of an 
Optical isomer into an equal mixture of 
isomers, which is not optically active. 


rad *A unit of absorbed dose of ionizing 
radiation, defined as being equivalent to 
an absorption of 107? joule of energy in 
one kilogram of material. 


radian Symbol: rad The SI unit of plane 
angle; 27° radian .is one complete 
revolution (360°). 


radiation In general the emission of 
energy from a source, either às waves 
(light, sound, etc.) or as moving parti- 
cles (beta rays or alpha rays). 


radical A group of atoms in a molecule. 
See also free radical. 


radioactive Describing” an element or 
nuclide that exhibits natural radioac- 

tivity. 

radioactive dating (radiometric dating) 
Any method of measuring the age of 


materials that depends on radioactivity. 
See carbon dating. 


radioactivity The disintegration of 
certain unstable nuclides with emission 
of radiation. 


radiocarbon dating See carbon dating. 


radiochemistry The chemistry of radio- 
active isotopes of elements. Radio- 
chemistry involves such topics as the 
preparation of radioactive compounds, 
the separation of isotopes by chemical 
reactions the use of radioactive labels in 
studies of mechanisms, and experiments 
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on the chemical reactions and com- 
pounds of transuranic elements. 


radioisotope A radioactive isotope of an 
element. Tritium, for instance, is a 
radioisotope of hydrogen. Radioisotopes 
are extensively used in research as sour- 
ces of radiation and as tracers in studies 
of chemical reactions. Thus, if an atom 
in a compound is replaced by a radioac- 
tive nuclide of the element (a label) it is 
possible to follow the course of the 
chemical reaction. Radioisotopes are 


also used in medicine for diagnosis and 
treatment. 


radiolysis *A chemical reaction. pro- 
duced by high-energy radiation ( X-rays. 
gamma rays, or particles). 


radiometric dating See radioactive 
dating. 


radio waves A form of electromagnetic 
radiation with wavelengths greater than 
a few millimetres. See also electromag- 
netic radiation. 


radium A white radioactive luminescent 
metallic element of the alkaline-earth 
group. lt has several short-lived 
radioisotopes and one long-lived isotope. 
tadium-226 (half-life 1602 years). 
Radium is found in uranium ores, such 
as the oxides pitchblende and carnotite. 
It is used in luminous paints and neutron 
Sources, and (progressively less) in 
radiotherapy. 
Symbol: Ra: m.p. 700°C: b.p. 1140"C: 
r.d. 5 (2): p.n. 88; r.a.m. 226.02. 


radon A, colourless monatomic radioac- 
live element of the rare-gas group. now 
thought to form compounds. It has 19 
short-lived radioisotopes; the most 
Stable, radon-222, is a decay product of 
radium-226 and itself disintegrates into 
an isotope of polonium with a half-life 
of 3.82 days 22Rn is used in 
radiotherapy. 
Symbol: Rn mp. -7]7C: b.p: -61.8"C: 
d. 9.73 kg m`; p.n. 86. 


Raney nickel A catalytic form of nickel 


produced by treating a nickel-alumin- 
tum alloy with caustic soda. +The 
aluminium dissolves (as aluminate) and 
Raney nickel is left as a spongy mass, 
which is pyrophoric when dry. It is used 
especially for catalysing hydrogenation 
reactions. 


Raoult's law A relationship between the 
Pressure exerted by the vapour of a 
solution and the presence of a solute. It 
States that the partial vapour pressure of 
a solvent above a solution (p) is propor- 
tional to the mole fraction of the solvent 
In the solution (X) and that the propor- 
tionality constant is the vapour pressure 
Of pure solvent. (py). at the given 
temperature: ie. p = mX. Solutions 
that obey Raoult’s law are said to be 
ideal. There are some binary solutions 
for which Raoult's law holds over all 
Values of X for either component. Such 
Solutions are said to be perfect and this 
behaviour occurs when the intermole- 
cular attraction between 
Within one component is almost identi- 
Cal to the attraction of molecules of one 
component for molecules, of the other 
(eg, chlorobenzene/bromobenzene ). 
Because of solvation forces this behavi- 
Pur is rare and in general Raoult's law 
holds only for dilute solutions. - 

“Per solutions that are ideal but not 
Perfect the solute behaviour is similar in 
that the partial pressure of the solute, P.. 
* Proportional to the mole fraction, of 
the Solute, X, but in this case the 
Proportionality constant, P. is not the 
“Pour pressure of the pure solute but 
RM be determined experimentally for 
Ra, System. This solute equivalent of 
aj OUl's law has the form P. = PX, 


m is called Henry's law. Because of 
lege Molecular attractions P is usually 
55S than p. 


Nan 
“earths +See lanthanoids. 


Tar 
e 7 J 
i Bases See nable gases. 
Ra 

m d 
mand Process +A method for the 
th ne tcture of chlorobenzene. ane 
“Apo, Phenol, from benzene. Benzene 

Ur. hydrogen chloride, and air are 


molecules 


rate of reaction 


passed over a 
catalyst (230°C): 
2CH. + 2HCI + O: 5 2C,H.Cl + 
2H,0 

The conversion to phenol is by a silicon 
catalyst (425°C): 

C.HsCl + H;O — HCl + C,H;OH 


copper(II) chloride 


rate constant (velocity constant, specific 
reaction rate) Symbol: k The constant 
of proportionality in the rate expression 
for a chemical reaction. For example, in 
a reaction A + B — C, the rate may be 
proportional to the concentration of A 
multiplied by that of B: i.e. 
rate = K[A][B] 
where k is the rate constant for this 
particular reaction. *The constant is 
independent of the concentrations of the 
reactants but depends on temperature; 
consequently the temperature at which 
k is recorded must be stated. The units 
of k vary depending on the number of 
terms in the rate expression. but are 
easily determined remembering that rate 
has the units s^. 


rate determining step (limiting step) 
The slowest step in a multistep reaction. 
Many chemical reactions are made up 
of a number of steps in which the one 
with the lowest velocity is the one that 
determines the rate of the overall 
process. s 
*The overall rate of a reaction cannot 
exceed the rate of the slowest step. For 
example. the first step in the reaction 
between acidified potassium iodide 
solution and hydrogen peroxide is the 
rate determining step: 

HO; + I > H;O + OF (slow) 
-H+ + OF — HOI (fast) 
HOI + H* + E — I; + HO (fast) 


rate of reaction A measure of the 
amount of reactant consumed. in a 
chemical reaction in unit time. It is thus 
a measure of the number of effective 
collisions between reactant molecules. 
The rate at which a reaction proceeds 
can be measured by the rate the reactants 
disappear or by the rite at which the 
products are formel. The pri cipal 
factors affecting the rate of reaction are 
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raven 


temperature, pressure, concentration of 
reactants, light. and the action of a 
catalyst. The units usually used to 
measure the rate of a reaction are 
moldm^s:^'. See also law of mass 
action. 


rayon *An artificial fibre formed from 
wood pulp (cellulose). There are two 
types. Viscose rayon is made by 
dissolving the cellulose in carbon disul- 
phide and sodium hydroxide. The 
solution is forced through a fine nozzle 
into an acid bath, which regenerates the 
fibres. Acetate rayon is made by 
dissolving cellulose acetate in an organic 
solvent, and forcing the solution through 
a nozzle. The solvent is evaporated, and 


the cellulose acetate thus obtained as 
fibres. 


rationalized units +A system of units in 
which the equations have a logical form 
related to the shape of the system. SI 
units form a rationalized system of units. 
In it formulae concerned with circular 
symmetry contain a factor of 27; those 
concerned with radial symmetry contain 
a factor of 47. 


reactant A compound taking part in a 
chemical reaction. 


reagent A compound that reacts with 
another (the substrate). The term is 
usually used for common laboratory 
chemicals — sodium hydroxide, hydro- 
chloric acid, etc. — used for experiment 
and analysis. 


rearrangement A reaction in which the 
groups of a compound rearrange them- 
selves to form a different compound, 


red lead See dilead(I1) lead( IV ) oxide. 


redox Relating to the processes of 
Oxidation and reduction, which are 
intimately connected in that during 
oxidation by chemical agents the 
oxidizing agent itself becomes reduced, 
and vice versa. Thus an oxidation 
process is always accompanied by a 
reduction process. In electrochemical 


180 


processes this is equally true, oxidation 
taking place at the anode and reduction 
at the cathode. These systems are often 
called redox systems, particularly when 
the interest centres on both compounds. 
*Oxidizing and reducing power is indi- 
cated quantitatively by the redox poten- 
tial or standard electrode potential, E". 
Redox potentials are normally expressed 
as reduction potentials. They are 
Obtained by electrochemical measure- 
ments and the values are referred to the 
H*/H: couple for which E” is set equal 
to zero. Thus increasingly negative 
potentials indicate increasing ease of 
oxidation or difficulty of reduction. Thus 
in a redox reaction the half reaction 
with the most positive value of E" is the 
reduction half and the half reaction with 
the least value of E* (or most highly 
negative) becomes the oxidation half. 
See also electrode potential. 


reducing agent See reduction. 


reduction Removal of oxygen from 2 
compound or addition of hydrogen. 
More generally, an atom, a molecule, OF 
an ion is said to be reduced or tO 
undergo reduction when it gains elec- 
trons. Reduction can be effected chem!” 
cally, i.e. by the use of reducing agents: 
or electrically, in which case the reduc" 
tion process occurs at the cathode. For 
example, L 

2Fe'* + Cu 2 2Fe?* + Cu? 
where Cu is the reducing agent and 
Fe'* is reduced, and 1 
2H;0 + SO; + 2Cu?* — 4H * + SO.’ 
dU d 
where SO; is the reducing agent an 
Cu?* is reduced. 
Stannous chloride, sulphur dioxide. the 
bisulphite ion, and hydroxylamin® 
hydrochloride are common reduci? 
agents. See also redox. 


reduction | potential 
potential. 


+See electrode 


ie gs iE 

refining The process of removing impu" 2 
ties from a substance or of extracting 
substance from a mixture. 


refluxing The process of boiling a liquid 
in a vessel connected to a condenser, so 
that the condensed liquid runs back into 
the vessel. By using a reflux condenser, 
the liquid can be maintained at its 
boiling point for long periods of time, 
without loss. The technique is a stan- 
dard method of carrying out reactions in 
organic chemistry. 


reforming *The cyclization of straight- 
chain hydrocarbons from crude oil by 
heating under pressure with a catalyst, 
usually platinum on alumina. For exam- 
ple, the manufacture of methylbenzene 
from heptane: 
K C-H > CHCH, 
This first step is the production of methyl 
cyclohexane, which then loses six hydro- 
gen atoms to give methylbenzene: 

CHCH; > CoHsCHs + 3H; 

See also steam reforming. 


pound (e.g. 


refractory Describing a com 
ery high 


an inorganic oxide) that has a v 
melting point. 


Regnault's method A method used for 
the determination of the density of gases. 
A bulb of known volume is evacuated 
and weighed then the gas is admitted at 
à known pressure (from a vacuum line) 
and the bulb weighed again. The 
temperature is also noted and the data 
corrected to STP. The method is readily 
applicable to the obtaining of approxi- 
mate molecular weights of gaseous 
samples. 


relative atomic mass Symbol: A The 
ratio of the average mass per atom of 
the naturally occurring element to 1/12 
of the mass of an atom of nuclide VC. It 
was formerly called atomic weight. 


relative density Symbol: d The ratio of 
the density of a given substance to the 
density of some reference substance. 
The relative densities of liquids are 
usually measured with reference to the 
density of water at 4°C. eelative densi- 
ties are also specified fur gase usually 
with respect to air at STP. The tempera- 
ture of the substance is stated or 18 
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resonance 


understood to be 20°C. Relative density 
was formerly called specific gravity. 


relative molecular mass Symbol: M, 
The ratio of the average mass per 
molecule of the naturally occurring form 
of an element or compound to 1/12 of 
the mass of an atom of nuclide nC. This 
was formerly called molecular weight. It 
does not have to be used only for 
compounds that have discrete molecules; 
for ionic compounds (e.g. NaCl) and 
giant-molecular structures (e.g. BN) the 
formula unit is used. 


rem (radiation equivalent man) *A unit 
for measuring the effects of radiation 
dose on the human body. One rem is 
equivalent to an average adult male 
absorbing one rad of radiation. The 
biological effects depend on the type of 
radiation as well as the energy deposited 
per kilogram. The statutory limit for 
occupational exposure to radiation is 5 
rem per year. 


resolution (of racemates) *The separa- 
tion of a racemate into the two optical 
isomers. This cannot be done by normal 
methods, such as crystallization. or 
distillation, because the isomers have 
identical physical properties. The main 
methods are: 

(D Mechanical separation. Certain opti- 
cally active compounds form crystals 
with distinct. left- and right-handed 
shapes. The crystals can be sorted by 
hand. i b 
(2) Chemical separation. The mixture is 
reacted. with an optical isomer. The 
products are then not optical isomers of 
each other, and can be separated by 
physical means. For instance, à mixture 
of D- and L-forms of an acid, acting 
with a pure L-base, produces two salts 
that can be separated by fractional 
crystallization and then reconverted into 
the acids. : — 
(3) Biochemical separation. Certain 
organic compounds can be separated by 
using bacteria that feed on one form 
only, leaving the other. 


resonance The behaviour of many 


retort 


compounds cannot be adequately explai- 
ned by a single structure using simple 
single and double bonds. The bonding 
electrons. of the compcund have a 
different distribution. in the molecules. 
The actual bonding in the molecule can 
be regarded as a hybrid of two or more 
conventional forms of the molecule, 
called resonance forms or canonical 
forms. The result i 
For example, the carbonyl group in a 
ketone has the 
Oxygen atom. It can be described as a 
where between 
=C=O, in which a Pair of electrons js 


equally in the hybrid. The bonding of 
benzene can be represented by a’ reson- 
ance hybrid of two Kekulé Structures 


and, to a lesser extent, three Dewar 
structures, 


etort A piece of laboratory apparatus 
consisting of a glass bulb with a long 
narrow neck. In industrial chemistry, 
Various vessels in which distillations or 
reactions take place are called retorts, 


everbatory furnace A furnace for 
smelting metals, [t has a curved roof so 
that heat is reflected downwards, the 


fuel being in one part of the furnace and 
the ore in the other, 


'versible Change A Change in the 


9r other properties of 
the system remains at 
:quilibrium throughout the change. Such 
be reverse, 
original starting position 


ved to the 
hrough the same Series of Stages. They 


re never realized 
sothermal reversible 
as, for example, 


in practice, An 
compression of a 
would have to be 
arried out infinitely slowly and involve 
O friction, ete, Ideal energy transfer 
vould have to take Place between the 
as and the surroundings to maintain a 
onstant temperature, 

In practice, all real 


Processes are 
reversible 


changes in Which there is 
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not an equilibrium throughout the 
change. In an irreversible change, the 
System can still be returned to its original 
State, but not through the same series of 
stages. For a closed System, there is an 
entropy increase involved in an irrever- 
sible change. 


reversible reaction A chemical reaction 
that can proceed in either direction. For 
example, the reaction: 
N: + 3H: = 2NH, 
is reversible. In general, there will be an 


equilibrium mixture of reactants and 
Products. 


Rr value A measure of the relative 
distance travelled by a sample in a 
Chromatography experiment. It is 
Obtained by dividing the distance 
travelled by the solvent front into the 
distance travelled by the sample. Under 
standard conditions, the Ry value is 
characteristic of a particular substance. 
See paper chromatography, thin-layer 
Chromatography, 
rhenium A very rare transition metal 
that usually occurs naturally with 
molybdenum. It is chemically similar to 
manganese and is used in alloys, 
Symbol: Re; m.p. 3180"C; b.p. 5630"C; 
rd. 20.0; p.n. 75; r.a.m. 186.21. 


rhodium A transition metal, extracted in 
Canada. It is difficult to work and highly 
resistant to corrosion, Rhodium is used 
in protective finishes and in mirrors 
formed by electrolytic deposition. 
Symbol: Rh: m.p. 1970"C: b.p. 3720"C; 
rd. 12.4; p.n. 45; r.a.m. 102.91, 


rhombic crystal See crystal system. 


ribose (CcH440.) A monosaccharide: a 
component of RNA, 


ring closure 7A reaction in which one 
Part of an open chain in a molecule 
reacts with another part. so that a ring 
of atoms is formed. 


; rock salt A transparent naturally 
Occurring mineral form of sodium 
chloride. 


roentgen Symbol: R +A unit of radiation. 
used for X-rays and y-rays. defined in 
terms of the ionizing effect on air. One 
roentgen. induces 2.58 x 10°* coulomb 
of charge in one kilogram of dry air. 


Rose's metal A fusible alloy containing 
50% bismuth, 25-28% lead, and tin. Its 
low melting point (about 100"C) leads 
to its use in fire-protection devices. 


rotary dryers *Devices commonly used 
in the chemical industry for the drying. 
mixing, and sintering of solids. They 
consist essentially of a rotating inclined 
Cylinder, which is longer in length than 
in diameter. Gasesiflow through the 
Cylinder in either ajcountercurrent or 
cocurrent direction to regulate the flow 
of solids, which are fed into the end of 
the cylinder. Rotary dryers can be 

. applied to both batch and continuous 
Processes. 


Tubber A natural'or synthetic elastic 
Polymeric material. Natura! rubber is a 
Polymer of methylbuta-l,3-diene (iso- 
Prene). Various synthetic rubbers are 
made by polymerization; for example 
Chloroprene rubber (from 2-chloro- 
buta-1,3-diene) and silicone rubbers. See 
also vulcanization. 


Tubidium +A soft silvery highly reactive 


element of the alkali-metal group. 
Naturally occurring rubidium comprises 
um-87, 


two isotopes, one of which. rubidi' 
is radioactive (half-life 5 X 10!" years). 
It is found in small amounts in several 
Complex silicate minerals. including 
lepidolite. Rubidium is used in vacuum 
lubes, photocells, and in making special 
Blass, c: 
Symbol: Rb; m.p. 38.89 C: b-P- 688°C: 


sacrificial protection 


rd. 1.53 (solid). 1.47 (liquid): p.n. 37; 
r.a.m. 85.47. 


rusting The corrosion of iron rn air to 
form an oxide. Both oxygen and;mois 
ture must be present for rusting to 
occur. The process is clectrolytic, 
involving electrochemical reactions on 
the wet ion: 

Fe(s) — Fe?! *(aq) + 2e 
H:;O + Ox(aq) + 2e: + 20H (aq) 

Iron(1I) hydroxide precipitates and is 
oxidized to the red hydrated iron(II) 
oxide Fe:O..H:;O. 


ruthenium A transition metal that occurs 
naturally with platinum. It forms alloys 
with platinum that are used in electrical 
contacts. Ruthenium is also used in 
jewellery alloyed with palladium. 
Symbol: Ru; m.p. 2430"C; b.p. 3700°C: 
r.d. 12.4; p.n. 44; r.a.m. 101.07. 


saccharide See sugar. 


Sachse reaction *A process for the 
manufacture of ethyne from natural gas 
(methane). Part of the methane is burned 
in two stages to raise the furnace 
temperature to about 1500"C. Under 
these conditions, the rest of the methane 
is converted to ethyne and hydrogen: 

2CH, + C;H; + 3H: 
The process is important since dt 
provides a source of ethyne from readily 
available natural gas. thus avoiding the 
expensive 'carbide process’. 


sacrificial protection *A method cf 
protection against electrolytic corrosion 
(especially rusting). In protecting steel 
pipelines, for instance, zinc cio UE 
nesium rods are bur ied in the ground at 
points along the line and connected to 
the pipeline. Rusting of iron is an 
electrochemical process in which Fe ~ 
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sal ammoniac 


ions dissolve in the water in contact 
with the surface. A more electropositive 
element, such as zinc, protects against 
this because Zn?* ions dissolve in 
preference. In other words, the zinc rod 
sacrifices itself for the steel pipeline. 
The same effect occurs with galvanized 
iron. If the zinc coating is scratched, the 
iron exposed does not rust until all the 
zinc has dissolved away. (Note that tin, 
‘being less electropositive than iron, has 
the opposite effect. ) 


sal ammoniac See ammonium chloride. 


saline Containing a salt, especially an 
alkali-metal halide such as sodium 
chloride. 


Salt A compound with an acidic and a 
basic radical, or a compound formed by 
total or partial replacement of the 
hydrogen in an acid by a metal. In 
general terms a salt is a material that 
has identifiable cationic and anionic 
components. 


salt bridge tAn electrical contact 
between two half cells, used to prevent 
mixing. A glass U-tube filled with 


potassium chloride in agar is commonly 
used. 


salt hydrate A metallic salt in which the 
metal ions are surrounded by a fixed 
number of water molecules. The water 
molecules are bound to the metal ions 
by ion-dipole interactions. In the solid 
state the water molecules form part of 
the crystal structure. 
*Salt hydrates that contain 


several 
molecules of w 


ater for each metal ion 
can lose them progressively (effloresce ) 
if the pressure of water vapour is kept 
below the dissociation Pressure of the 
system; eventually an anhydrous salt is 
formed. Alternatively, if the vapour 
pressure is continuously raised the 
system will add molecules of water 


(deliquesce) until a saturated solution 
forms. 


saltpeire Sce potassium nitrate. 
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samarium A silvery element of the 
lanthanoid series of metals. It occurs in 
association with other lanthanoids. 
Samarium is used in the metallurgical, 
glass, and nuclear industries. 
Symbol: Sm; m.p. 1077°C; b.p. 1790°C; 
r.d. 7.5; p.n. 62; r.a.m. 150.35. 


Sandmeyer reaction tA method for the 
synthesis of chloro- and bromoarenes by 
heating the diazonium salt with the 
copper(I) halide, for example: 

C;H«N;* + CuBr ^ Ce H;Br 


sandwich compound +A type of complex 
formed between transition-metal ions 
and aromatic compounds, in which the 
metal ion is 'sandwiched' between the 
rings. The bonding is between the d 
orhitals of the metal and the 7 electrons 
on the ring. Four-, five-, six-, seven- 
and eight-membered rings are known tO 
complex with V, Cr, Mn, Co, Ni, and 
Fe. Ferrocene (Fe(C;Hs)2) is the best 
known example. 


saponification The process of hydroly- 
sing an ester with a hydroxide. The 
carboxylic acid forms a sodium salt. For 
instance, with sodium hydroxide: 
RCOOR’ + NaOH — NaOOCR + 
R'OH 
The saponification of fats, which are 
esters of 12,3-trihydroxypropane with 
long-chain carboxylic acids, forms soaps: 


saturated compound An organic com” 
pound that does not contain any double 
or triple bonds in its structure. t 
saturated compound will undergo substi- 
tution reactions but not addition reac- 
"tions since each atom in the structure 
will already have formed its maximum 
possible number of single bonds. 
Compare unsaturated compound. 


Saturated solution A solution ‘that 
contains the maximum equilibrium 
amount of solute at a given temperature: 
^ solution is saturated if it is ¥ 
equilibrium with its solute. If a saturate 
Solution of a solid is cooled slowly, 0 
solid may Stay temporarily in solution: 
ie. the solution may contain more t 


the equilibrium amount of solute. Such 
solutions are said to be supersaturated. 


Saturated vapour A vapour that is in 
equilibrium with the solid or liquid. A 
saturated vapour is at the maximum 
pressure (the saturated vapour pressure) 
at a given temperature. If the tempera- 
ture of a saturated vapour is lowered, 
the vapour condenses. Under certain 
circumstances, the substance may stay 
temporarily in the vapour phase; i.e. the 
vapour contains more than the equili- 
brium concentration of the substance. 
The vapour is then said to be super- 
Saturated. 


s-block elements The elements of the 
first two main groups; ie. IA (H, Li, 
Na, K, Rb, Cs, Fr) and IA (Be, Mg 
Ca, Sr, Ba, Ra). They are so called 
because their outer shells have the 
electronic configurations ns' or ns?. The 
s-block excludes those with inner (n - 
1)d levels occupied (i.e. excluding tran- 
sition elements, which also have s? and 
Occasionally s! configurations). 


Scandium A light-weight silvery element 
belonging to the first transition series. It 
is found in minute amounts in over 800 
minerals, often associated with lan- 
thanoids. Scandium is used in high- 
intensity lights. 

Symbol: Sc; m.p. 1541°C; b.p- 2831°C; 
r.d. 2.99; p.n. 21; r.a.m. 44.96. 


Schiff's base +A type of compound 
formed by reacting an aldehyde or 
ketone (e.g. RCOR) with an aryl amine 
(e.g. ArNH;). The product, which is 
usually crystalline, has the formula 
R;C:NAr. 


Schiff's reagent tAn aqueous solution 
of magenta dye decolorized by reduc- 
tion with sulphur(IV) oxide. It is a test 
for aldehydes and ketones. Aliphatic 
aldehydes restore the colour quickly: 
aliphatic ketones and aromatic aldehy- 
des slowly; aromatic ketones giye 7° 
reaction. 


Schotten-Baumann reaction +A met- 


seed 


hod, for the preparation of N-phenyl- 
benzamide (benzanilwe) in which a 
mixture of phenylamine (aniline) and 
sodium hydroxide is stirred while 
benzoyl chloride is added slowly. The 
N-phenyl-benzamide precipitates and 
can be recrystallized from hot ethanol: 
CsHsNH2 + CsHsCOCI > 
C4HsNH.COCH; + HCI 


Schottky defect +See defect. 


second Symbol: s The SI base unit of 
time. tlt is defined as the duration of 
9192631770 cycles of a particular 
wavelength of radiation corresponding 
to a transition between two hyperfine 
levels in the ground state of the 
caesium-133 atom. 


second-order reaction A reaction in 

which the rate of reaction is propor- 
tional to the product of the concen- 
trations of two of the reactants or to the 
square of the concentration of one of 
the reactants; i.e. 

rate = K[A][B] 
or 

rate = K{A]? 
For example, the hydrolysis by dilute 
alkali of an ester is a second-order 
reaction: 

rate = k [ester][alkali] 

+The rate constant for a second-order 
reaction has the units mol`! dm! s:'. 
Unlike a first-order reaction, the time 
for a definite fraction of the reactants to 
be consumed is dependent on the 
original concentrations 


sedimentation The settling of a suspen- 
sion, either under gravity or in a centri- 
fuge. {The speed of sedimentation can 
be used to estimate the average size of 
the particles. This technique is used 
with an ultracentrifuge to find the 
relative molecular masses of macro- 


molecules. 


seed A small crystal added to a gas or 
liquid to assist solidification or pre- 
from a solution. The seed, 


cipitation 
usually a crystal of the substance to be 


formed, enables particles to pack into 
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selenium 


predetermined positions so that a larger 
crystal can form. 


selenium A metalloid element existing in 
several allotropic forms and belonging 
to group VI of the periodic table. It 
occurs in minute quantities in sulphide 
ores and industrial sludges. The common 
grey allotrope is very light-sensitive and 
is used in photocells. solar cells, and in 
xerography. 
Symbol; Se; m.p. 217°C (grey) b.p. 
684.9"C (grey); r.d. 4.79 (grey); p.n. 34; 
T.a.m. 78.96, 


semicarbazone +A lype of organic 
compound containing the C: N.NH.CO.- 
NH» grouping, formed by reaction of an 
aldehyde or ketone with semicarbazide 
(H;N.NH.CO.NH;). The compounds 
are crystalline solids with sharp melting 
points, which can be used to characterize 
the original aldehyde or ketone. 


semipermeable membrane A mem- 
brane that, when separating a solution 
from a pure solvent, permits the solvent 
molecules to pass through it but does 
not allow the transfer of solute mole- 
cules. Synthetic semipermeable mem- 
branes are generally supported on a 
porous material, such as unglazed 
porcelain or fine wire screens, and are 
commonly formed of cellulose or related 
materials. They are used in osmotic 
Studies, gas separations, and medical 
applications, 
*Equilibrium is reached at a semiper- 
meable membrane if the chemical ten- 
tials on both sides become Men 
migration of solvent molecules towards 
the solution is an attempt by the system 
to reach equilibrium. The pressure 
required to halt this migration is the 
osmotic pressure, 


semipolar bond A coordinate bond, 


septivalent (hexavalent) 
valence of seven. 


Having a 
Sequestration +The formation of a 
complex with an ion in solution, so that 
the ion does not have its normal activity, 


Sequestering agents are often chelating 
agents. 


serine +See amino acids. 


sesqui- +Prefix indicating a 2/3 ratio. A 
Sesquioxide, for example. would have 
the formula M;O;. 


Shell A group of electrons that share the 
same principal quantum number. Early 
work on X-ray emission studies used the 
terms K, L, M, and these are still 
sometimes used for the first three shells: 
n = | K-shell: n = 2 L-shell; n = 3 M- 
shell. 


sheradizing A technique used to obtain 
corrosion-resistant articles of iron of 
steel by heating with zinc dust in d 
sealed rotating drum for several hours at 
about 375°C, At this temperature the 
two metals amalgamate forming internal 
layers of zinc-iron and zinc-steel alloys 
and an external layer of pure zinc. 
Sheradizing is principally used for smal 
parts, such as springs, washers, nuts, and. 


bolts. 


short period Sec period. 


SI See SI units. 
side chain See chain. 


side reaction A chemical reaction thal 
lakes place to a limited extent at the 
same time as a main reaction. Thus th? 
main product of a reaction may contain 
small amounts of other compounds. 


Siemens (mho) Symbol: S The SI unit of 


electrical conductance, equal tO 
conductance of one ohm-'. 


f 
silane tAny of a small number v^ 
hydrides of silicon: SiH,, Si;H« Si 
etc. Silanes can be made by the action a 
acids on magnesium silicide (MeS 
They are unstable compounds and ign! 
Spontaneously in air. Only the first f€ 
members of the series are known 2 
there is not the range of ‘hydrosilic? 
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compounds to compare with the hydro- 
carbons. 


Silica See silicon( IV) oxide. 


Silica gel A Bel made by coagulating 
Sodium silicate sol. The gel is dried by 
heating and used as a catalyst support 
and as a drying agent. The silica gel 
‘used in dessicators and in chemical- 
balance cases to remove moisture is 
usually coloured with a cobalt salt to 
indicate whether it is still active (blue — 
dry; pink — moist). 


Silicates A large number of compounds 
containing metal ions and complex sili- 
Con-oxygen compounds. +The negative 
lons in silicates are of the form SiO,*, 
Si10;**, etc., and many are polymeric, 
Containing SiO, units linked in long 
Chains, sheets, or three-dimensional 
arrays. Aluminosilicates and  borosili- 
Cates are similar materials containing 
aluminium or boron atoms in the struc- 
ture, Many silicates occur naturally in 
Tocks and minerals. 


Silicide A compound of silicon with a 
More electropositive element. 


Silicon A hard brittle grey metalloid 
Clement; the second element in group 
IV of the periodic table. It has the 
electronic configuration of neon with 
four additional outer electrons; i.e., 
[Ne]is?3p?, 

Silicon accounts for 27.7% of the mass 
Of the Earth's crust and occurs in a wide 
Variety of silicates with other metals, 
Clays, micas, and sand, which is largely 
SiO, The element is obtained on a 
Small scale by the reduction of sili- 
SOn(IV) oxide (SiO;) by carbon or 
Salcium carbide. For semiconductor 
applications very pure silicon is 
Produced by direct reaction of silicon 
With an HCI/CH; mixture to give silicon 
tetrachloride (SiCl,), which can be puri- 
ted by distillation. This is then decom- 
Posed on a hot wire in an atmosphere of 
hydrogen, For ultra-pure samples zone 
"lining is used, Unlike carbon, silicon 
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silicon 


does not form allotropes but has only 
the diamond-type of structure. 
*Silicon does not react with hydrogen 
except under extreme conditions in the 
presence of chlorine, in which case 
compounds such as trichlorosilane 
(HSiCl;) are obtained. The hydride SiH; 
itself may be prepared in the laboratory 
by hydrolysis of magnesium silicide (a 
number of other hydrides up to SisHis 
are obtained), or more conveniently by 
reduction of silicon tetrachloride with 
lithium tetrahydridoaluminate: 
SiC + LiAIH, > SiH, + LiCl + 
AlCl; 
The silanes are mildly explosive and the 
chloroalkyl silanes extremely so. 
Silicon combines with oxygen when 
heated in air to form silicon(IV) oxide. 
The mineral silicates constitute a vast 
collection of materials with a wide range 
of structures including chains, rings, 
lattices, twisted chains, sheets, and vary- 
ingly cross-linked structures all based 
on different assemblies of [SiO;]?^- 
tetrahedra. Being a metalloid, silicon is 
somewhat amphoteric and consequently 
silica is weakly acidic, dissolving in 
fused alkalis to form the appropriate 
silicate. 
Silicon also forms an immense number 
of organic derivatives. In many cases 
where single bonding only is involved 
these compounds are rather similar to 
organic analogues with the general 
distinction that nucleophilic attachment 
occurs at silicon (rather than at hydro- 
gen) and bond angles at oxygen and 
nitrogen are often larger than the organic 
materials. Optical activity and inversion 
of activity is observed. The major 
differences are due to the type of ‘double 
bond' available to carbon (pr-pr), and 
to silicon (p — dz or back bonding). 
Thus silicon does not form conventional 
double bonds and silicon bonds to 
oxygen are of the ether type (as in 
siloxanes) rather than the ketone type. 
The Si-OH bond is also very much less 
stable than the alcohol link, R-OH, 
ready condense to the siloxane 
urring in the silicon case. 
SR SIOH > R,Si-O-SiR; + H:O 


silicon carbide 


Symbol: Si; m.p. 1414°C; b.p. 2355°C: 

r.d. 2.32-2.34; p.n. 14; r.a.m. 28. 

Silicon carbide (carborundum, SiC) A 
black very hard crystalline solid made 
by heating silicon(IV) oxide (sand) with 
carbon (coke) in an electric furnace. It 
is used as an abrasive. 


silicon dioxide See silicon(IV) oxide. 


Silicones Polymeric synthetic silicon 
compounds containing ‘chains of alter- 
nating silicon and oxygen atoms, with 
organic groups bound to the silicon 
atoms. Silicones are used as lubricants 
and water repellants and in waxes and 
varnishes. Silicone rubbers are superior 
to natural rubbers in their resistance to 


both high and low temperatures. See 
also siloxanes. 


silicon(IV) oxide (silicon dioxide, silica, 
SiO.) A hard crystalline compound 
Occurring naturally in three crystalline 
forms (quartz, tridymite, and crysto- 
balite). Sand is mostly silicon(IV) oxide. 
Fused silica is a glassy substance used in 
laboratory apparatus. Silica is used in 
the manufacture of glass. 


siloxanes Compounds containing Si-O- 
Si groups with organic groups bound to 
the silicon atoms. The silicones are 
polymers of siloxanes, . 


silver A transition metal that occurs 
native and as the sulphide (Ag2S) and 
chloride (AgCl). It is extracted as a by- 
product in refining copper and lead 
ores. Silver darkens in air due to the 
formation of silver sulphide. It is used in 
coinage alloys, tableware, and jewellery. 
Silver compounds are used in photo- 
graphy. 
Symbol: Ag; m.p. 960°C; b.p. 2180°C; 
r.d. 10.5; p.n. 47; r.a.m. 107.87. 


silver(I) bromide (AgBr) A pale yellow 
precipitate obtained by adding a soluble 
-bromide solution to a solution of 
silver(I) nitrate. The halide dissolves in 
concentrated ammonia solution but not 
in dilute ammonia solution. It is used 


extensively in photography for making 
the sensitive emulsions for plates and 
films. *Silver(1) bromide crystallizes in 
a similar manner to sodium(1) chloride. 
Unlike silver(1) chloride and silver(1) 


iodide, silver( 1) bromide does not absorb 
ammonia gas. 


silver(I) chloride (AgCl) A compound 
prepared as a curdy white precipitate by 
the addition of a soluble chloride. 
solution to a solution oi silver(I) nitrate. 
It occurs in nature as the mineral "horn 
silver’. Silver(1) chloride is insoluble in 
water but dissolves in concentrated 
hydrochloric acid and concentrated 
ammonia solution. It is rather unreactive 
but is affected by sunlight, being used 
extensively in photography. tSilver(I) 
chloride crystallizes in the sodium 
chloride lattice pattern. It absorbs 
ammonia gas forming ammines, e.g- 
AgCI.2NH; and AgCI.3NH;. 


silver(I) iodide (Agl) A pale yellow 
precipitate prepared by the addition of a 
soluble iodide solution to a solution of 
silver(I) nitrate. Silver(I) iodide occurs 
in nature as ipdoargyrite in the form of 
hexagonal crystals. It is virtually 
insoluble in ammonia solution and is 
used in the photographic industry: 
fSilver(1) iodide will absorb ammonia 
Bas. It is trimorphic and is found tO 
contract when heated and expand on 
cooling. 


silver-mirror test +A test for the 
aldehyde group. A few drops of the 
sample are warmed with Tollens 
reagent. An aldehyde reduces Ag* tO 
silver metal, causing a brilliant silver 
mirror to coat the inside wall of the 
tube. See also Tollen's reagent. 


silver(I) nitrate (AgNO;) A white 
crystalline solid prepared by dissolving 
silver in dilute nitric acid and crystal 
lizing the solution. Silver(I) nitrate !5 
dimorphous, crystallizing in the ortho! 
hombic and hexagonal systems. It under- 
goes thermal decomposition to yiel 
silver, nitrogen(IV) oxide, and oxyge™ 
Probably the most important silver salt. 
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it is used in the medical industry for the 
treatment of warts and in the photo- 
graphic industry. In the laboratory, it is 
used both as an analytical and 
volumetric reagent. *Silver(I) nitrate in 
solution and in the solid state can oxidize 
organic compounds, e.g. aldehydes can 
be oxidized to carboxylic acids; the 
Silver ions are reduced to silver. 


silver(I) oxide (argentous oxide, Ag:O) 
^ brown amorphous solid formed by 
the addition of sodium or potassium 
hydroxide solution to a solution of silver 
nitrate, Silver(I) oxide turns moist red 
litmus blue and decomposes (at 160"C) 
lo give silver and oxygen. *Silver(I) 
Oxide dissolves in concentrated ammonia 
Solution, forming the complex ion 
[Ag( NH);]* In organic chemistry it is 
used when moist to convert alkyl halides 
to the corresponding alcohol and when 
dry to convert alkyl halides into ethers. 


Silver(11) oxide (argentic oxide, AgO) 
lack diamagnetic substance prepared 
by the oxidation of either silver or 
Silver(I) oxide using ozone. Alterna- 
lively it can be prepared as a precipitate 
by the addition of a solution of potas- 
Slum persulphate to one of silver(I) 
Nitrate. +Silver(II) oxide has a structure 
Stmilar to that of zinc sulphide. 


Single bond A covalent bond between 
two elements that involves one pair of 
electrons only. Often referred to as a 
sigma bond, (o bond), it is represented 
gue single line, for example H-Br. 

The sigma bond is formed by the over- 
lap of sigma-atomic orbitals from each 
atom (i.e. orbitals that are on the inter- 
Nuclear axis), 
Compare multiple bond. 


Sintering A process in which certain 
Powdered substances (e.g. metals, 
Ceramics) coagulate into a single mass 
When heated to a temperative below the 
Substance’s melting point. Sintered glass 
'S a porous material used for laboratory 
iltration. 


Sl units ( Système International d'Unités) 


soap 


The internationally adopted system of 
units used for scientific purposes. It has 
seven base units (the metre, kilogram, 
second, kelvin, ampere, moie, and 
candela) and two supplementary units 
(the radian and steradian). Derived units 
are formed by multiplication and/or 
division of base units; a number have 
special names. Standard prefixes are 
used for multiples and submultiples of 
SI units. *The SI system is a coherent 
rationalized system of units. 


slag Glasslike compounds of compara- 
tjvely low melting point formed during 
the extraction of metals when the 
impurities in an ore react with a flux. 
The fact that the slag is a liquid of 
comparatively low density means that it 
can be separated from the liquid metal 
on which it floats. In a blast furnace, the 
flux used is limestone (CaCO;) and the 
main impurity is silica (SiO;). The slag 
formed is mainly calcium silicate: 

CaCO; + SiO; > CaSiO; 

It is used as railway ballast and in 
fertilizers and concrete. 


slaked lime See calcium hydroxide. 


slurry A thin paste of suspended solid 
particles in a liquid. 


smelting An industrial process for extrac- 
ting metals from their ores at high 
temperatures. Generally the ore E 
reduced with carbon (for zinc and tin) 
or carbon monoxide (for iron). Copper 
and lead are obtained by reduction of 
the oxide with the sulphide; for exam- 

Pi 2Cu:0 + Cu;S > 6Cu + SO; 

A flux is also used to combine with 

impurities and form a slag on top of the 


molten metal. 


soap One of a number of sodium or 
potassium compounds of certain organic 
acids that are commonly used to improve 
the cleansing properties of water. Soap 
was the earliest known detergent. It is 
made by first reacting vegetable oils and 
animal fats with a strong solution of 
sodium or potassium hydroxide to 
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soap 


Base and Supplementary SI Units 


physical quantity name of SI unit symbol for unn 
length metre m 
mass kilogram(me) kg 
time second S 
electric current ampere A 
thermodynamic temperature kelvin K 
luminous intensity candela cd 
amount of substance mole mol 
*plane angle radian rad 
*solid angle steradian sr 


"supplementary units 


Derived SI Units with Special Names 


physical quantity name of SI unit symbol for SI unit 
frequency hertz Hz 
energy joule J 
force newton N 
power watt WwW 
pressure pascal Pa 
electric charge coulomb Cc 
eleciric potential difference volt V 
electric resistance ohm Q 
electric conductance siemens S 
electric capacitance farad F 
magnetic flux weber Wb 
inductance henry H 
magnetic flux density tesla T 
luminous flux lumen Im 
illuminance (illumination) lux Ix 
absorbed dose gray Gy 


Decimal Multiples and Submultiples to be used with SI Units 


submultiple prefix symbol multiple 


prefix symbol 
10°! deci- d 10! deca- da 
102 centi- ic 102 hecto- h 
19 2 milli- m 103 kilo- k 
10- micro- u 105 mega- M 
103 nano- n 109 Sides G 
10-7? pico- p 1012 tera T 
10-15 femto- f 1015 peta- P 
TORIS atto- a 1018 exa- E 


Produce organic acids, such as octade- 
canoic acid. The soap is then pre- 
Cipitated out as the’ salt, e.g. sodium 
Octadecanoate, by adding excess sodium 
chloride. In water, soap molecules break 
up to produce ions, which are respon- 
Sible for the cleansing properties. See 
also detergents. 


Soda ash See sodium carbonate. 


Soda lime A grey solid produced by 
adding sodium hydroxide solution to 
Calcium oxide, to give a mixture of 
Ca(OH), and NaOH. It is used in the 
laboratory as a drying agent and to 
absorb carbon dioxide. 


Sodamide (NaNH;) fA white ionic solid 
formed by passing dry ammonia over 
Sodium at 300-400°C. The compound 
Teacts with water to give sodium 
hydroxide and ammonia. It reacts with 
Ted-hot carbon to form sodium cyanide 
and with nitrogen(I) oxide to form 
Sodium azide. Sodamide is used in the 
Castner process and in the explosives 
industry, 


30dium A soft reactive metal; the second 
member of the alkali metals (group I of 
the periodic table). It has the electronic 
Sonfiguration of a neon structure plus 
an additional outer 3s electron. Elec- 
tr nic excitation in flames or the familiar 
Sodium lamps gives a distinctive yellow 
Colour arising from intense emission at 
the so called *sodium-D' line pair. The 
tpuization potential is rather low and 
i e Sodium atom readily loses its elec- 
ron (i.e, the metal is strongly reducing). 
p © chemistry of sodium is largely the 
emistry of the monovalent Na * ion. 
S lum occurs widely as NaCl in sea- 
i ater and as deposits of halite in dried 
P lakes etc., (2.6% of the lithosphere). 
* element is obtained commercially 
ud electrolysis of NaCl melts in which 
addi melting point is reduced by the 
X ition of calcium chloride, sodium is 
cei] duced at the iron cathode (the Downs 
m ) The metal is extremely reactive. It 
1 cts vigorously with the halogens, and 
SO with water to give hydrogen and 
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sodium azide 


sodium hydroxide. The chemistry of 
sodium is very similar to that of the 
other members of group I. 

Nearly all sodium compounds are 
soluble in water. Sodium hydroxide is 
produced commercially by the electroly- 
sis of brine using diaphragm cells 
(largely in the US) or mercury-cathode 
cells (in the UK); chlorine being a co- 
product. 

fSolutions of sodium metal in liquid 
ammonia are blue and have high electri- 
cal conductivities; the main current 
carrier of such solutions is the solvated 
electron. Such solutions are used in both 
organic and inorganic chemistry as effi- 
cient reducing agents. Sodium also forms 
a number of aklyl and aryl derivatives 
by reaction with the appropriate 
mercury compound, e.g.: 

(CH) Hg + 2Na — 2CH\Na + Na/ 
Hg 

These materials are used as catalysts for 
polymerization reactions. The metal has 
a body-centred structure. 

Symbol: Na; m.p. 97.8°C; b.p. 883°C; 
r.d. 0.97; p.n. 11; r.a.m. 22.98. 


sodium acetate +See sodium ethanoate. 


sodium aluminate (NaAIO;) tA white 
solid produced by adding excess alumin- 
ium to a hot concentrated solution of 
sodium hydroxide. Once the reaction 
has been initiated, sufficient heat is 
liberated to keep the reaction going; 
hydrogen is also produced. In solution 
the aluminate ions have the structure 
Al(OH), and NaAl(OH), is known as 
sodium(I) tetrahydroxoaluminate(III). 
Addition of sodium hydroxide to an 
aluminium salt solution produces a 
white gelatinous precipitate of alumin- 
ium hydroxide, which dissolves in excess 
alkali to give a solution of sodium(I) 
tetrahydroxoaluminate(III). 


sodium azide (NaN;) +A white solid 
prepared by passing nitrogen(I) oxide 
over heated sodamide. On heating, 
sodium azide decomposes to give sodium 
and nitrogen. It is used as a reagent in 
organic chemistry and in the preparation 
of lead azide (for use in detonators). 


sodium benzenecarbox ylate 


sodium benzenecarboxylate (sodium 
benzoate, C,H.COONa) *A white 
crystalline powder made by neutralizing 
benzoic acid with sodium hydroxide 
solution and then evaporating the 
solution. It is used as an urinary 
antiseptic, in the dyeing industry, and as 
a food preservative. 


sodium benzoate +See sodium ben- 
zenecarboxylate. 


sodium bicarbonate See sodium hydro- 
gencarbonate. 


sodium bisulphate See sodium hydro- 
gensulphate. 


sodium bisulphite See sodium hydro- 
gensulphite. 


sodium bromide (NaBr) A white solid 

formed by the action of bromine on hot 
sodium hydroxide solution. Alterna- 
tively, it can be made by the action of 
dilute hydrobromic acid on sodium 
carbonate or hydroxide. Sodium bro- 
mide is soluble in water and forms 
crystals similar in shape to sodium 
chloride. It is used in medicine and 
photography. *Sodium bromide forms a 
hydrate, NaBr.2H;O. 


sodium carbonate (soda ash, Na;CO;) 
A white amorphous powder, which 
aggregates on exposure to air owing to 
the formation of hydrates. Industrially it 
is prepared by the ammonia-soda 
(Solvay) process. On crystallizing from 
aqueous solution large translucent 
crystals of the decahydrate (Na;CO;. 
10H;O) are formed (washing soda). 
These effloresce forming the monohy- 
drate, Na;CO;.H;O. Large quantities of 
sodium carbonate are used in the 
manufacture of sodium hydroxide. 
Washing soda is used as a domestic 
cleanser. +The salt produces an alkaline 
solution in water by hydrolysis: 
Na;CO; + 2H;0 — 2NaOH + H;CO; 
It is used in volumetric analysis to 
standardize strong acids. 


sodium chlorate(V) (NaClO;) A white 


solid formed by the action of chlorine 
on hot concentrated sodium hydroxide 
solution, or by the electrolysis of a 
concentrated sodium chloride solution. 
It is soluble in water. Sodium chlorate is 
a powerful oxidizing agent. If heated it 
yields oxygen and sodium chloride. The 
chlorate is used in explosives, in 
matches, as a weed killer, and in the 
textile industry. 


sodium chloride (common salt, salt. 
NaCl) A white solid prepared by the 
neutralization of hydrochloric acid with 
aqueous sodium hydroxide. It occurs in 
sea water and natural brines. Natural 
solid deposits of rock salt are also found 
in certain places. The compound 
dissolves in water with the absorption of 
heat, its solubility changing very little 
with temperature. It is used to season 
and preserve food. Industrially, it i$ 
used as a raw material in the manufac- 
ture of sodium carbonate (Solvay 


process), sodium hydroxide (electroly- 
sis), and soap. *Sodium chloride !5 
almost insoluble in alcohol. 


O chloride ion 


e Sodium ion 


Sodium-chloride structure 
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Sodium-chloride structure A form of 
crystal structure. hat consists of a face- 
centred cubic arrangement of sodium 
ions with chloride ions situated at the 
middle of each edge and in the centre of 
the cube. Electrostatic attraction holds 
the oppositely charged ions together. 
*The lattice can also be thought of as 
two interpenetrating face-centred cubes, 
one composed of sodium ions and the 
other of chloride ions. Other compounds 
(e.g. sodium bromide and potassium 
chloride) having their ions arranged in 
the same positions, are also described as 
having the sodium-chloride structure. 


Sodium cyanide (NaCN) A white solid 
formed either by the action of carbon on 
sodamide at high temperature or by 
Passing ammonia over sodium at 
300-400°C to form sodamide and reac- 
ting it with carbon. The industrial salt is 
prepared by ihe Castner process and 
purified by recrystallization from liquid 
ammonia. It is extremely poisonous and 
used as a source of cyanide and hydro- 
cyanic acid. In the cyanide process it is 
used in the extraction of silver and gold. 
*Its aqueous solutions are alkaline due 
to salt hydrolysis. 


Sodium dichromate (Na;Cr:O-: An 
Orange deliquescent solid that is very 
soluble in water. It is made from finely 
Powdered chromite. which is heated 
With calcium oxide and sodium carbon- 

in a furnace. If an alkali is added to 

solution of the dichromate, the chro- 
mate is produced. At high temperatures. 

Sodium dichromate decomposes to give 

the chromate, chromic oxide, and 

Oxygen. [t is used as an oxidizing agent. 

Particularly in organic chemistry and in 

Volumetric analysis to estimate iron(II) 

fons and iodide ions. 


Sodium dihydrogen phosphate(V) 
(sodium dihydrogen orthophosphate. 
NaH;PO;) A white solid prepared by 
titrating phosphoric acid with sodium 
Ydroxide solution using methyl orange 
aS the indicator. On evaporation white 
Crystals cf the monohydrate are formed. 
lt is used in some baking powders. *The 


sodium hydride 


monohydrate crystallizes in the orthor- 
hombic system. 


sodium dioxide See sodium superoxide. 


sodium ethanoate (sodium acetate, 
CH;COONa) A white solid prepared by 
the neutralization of ethanoic acid with 
either sodium carbonate or sodium 
hydroxide. Sodium ethanoate reacts with 
sulphuric acid to form sodium hydro- 
gensulphate and ethanoic acid; with 
sodium hydroxide it gives rise to sodium 
carbonate and methane. Sodium ethano- 
ate is used in the dyeing industry. 


sodium fluoride (NaF) A white solia 
formed by the action of hydrofluoric 
acid on sodium carbonate or sodium 
hydroxide (the reaction between metallic 
sodium and fluorine is too violent). 
Sodium fluoride is soluble in water and 
reacts with concentrated sulphuric acid 
to yield hydrogen fluoride. It is used as 
a constituent of ceramic enamels, as an 
antiseptic, and as an agent to prevent 
fermentation. 


sodium formate See sodium methanoate. 


sodium hexafluoroaluminate (cryolite, 
Na:AIF,) A compound found in large 
quantities in South Greenland. it is 
white or colourless. but may be reddish 
or brown due to impurities. Sodium 
hexafluoroaluminate is used as a flux in 
the manufacture of aluminium. flt 
crystallizes in the monoclinic system but 
in forms that closely resemble cubes and 


isometric octahedrals. 


sodium hydride (NaH) A white crystal- 
line solid prepared by passing a pure 
stream of dry hydrogen over sodium at 
350°C; the sodium is usually suspended 
in an inert medium. Electrolysis of fused 
sodium hydride yields hydrogen at the 
anode. Sodium hydride reacts with water 
to form sodium hydroxide solution and 
hydrogen. It is used as a powerful 
reducing agent to convert water to 
hydrogen, concentrated sulphuric acid 
to hydrogen sulphide, and iron(II) 
oxide to iron. 1Sodium hydride bursts 
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sodium hydrogencarbonate 


into flames spontaneously: on contact 
with the halogens at room temperature. 
It dissolves in liquid ammonia to give 
sodamide, NaNH;. 


sodium hydrogencarbonate (sodium 
bicarbonate, NaHCO:;) A white solid 
formed either by passing an excess of 
carbon dioxide through sodium carbon- 
ate or hydroxide solution, or by 
Precipitation when cold concentrated 
solutions of sodium chloride and 
ammonium hydrogencarbonate are 
mixed. Sodium hydrogencarbonate dec- 
omposes on heating to give sodium 
carbonate, carbon dioxide, and water. 
With dilute acids, it yields carbon 
dioxide. It is used as a constituent of 
baking powder, in effervescent bever- 
ages, and in fire extinguishers. Its 
aqueous solutions are alkaline due to 
salt hydrolysis. Sodium hydrogencar- 
bonate forms monoclinic crystals. 


sodium hydrogen Sulphate (sodium 
bisulphate, NaHSO,) A white solid 
formed either by the partial neutraliza- 
tion of sodium hydroxide solution with 
sulphuric acid, by the action of concen- 
trated sulphuric acid on sodium nitrate, 
or by heating ena quantities of 
sodium chloride an concentrated 
sulphuric acid. In aqueous solution 
sodium hydrogensulphate is Strongly 
acidic. It crystallizes as the monohy- 
drate (NaHSO,.H,0), which dehydrates 
On warming. If heated Strongly the 
.pyrosulphate (NaX$3;0;) is formed, 
which decomposes to give the sulphate 
and sulphur trioxide. Sodium hydrogen 
sulphate is used as a cheap source of 
sulphuric acid and in the dyeing indus- 


try. 


sodium hydrogensulphite (sodium 
bisulphite, NaHSO;) A white powder 
prepared by Saturating a solution of 
sodium carbonate with sulphur dioxide. 
It is isolated from the aqueous solution 
by precipitation with alcohol. If heated 
it undergoes thermal decomposition to 
give sodium Sulphate, sulphur dioxide, 
and sulphur. Sodium hydrogensulphite 


sodium 


is used to sterilize wine casks and in 
medicine as an antiseptic. 


hydroxide (caustic soda, 
NaOH) A white deliquescent slightly 
translucent solid with a fibrous texture. 
In solution it is a strong alkali and 
electrolyte. In the laboratory it can be 
prepared by reacting sodium, sodium 
monoxide, or sodium peroxide with 
water. Industrially it can be prepared by ' 
the electrolysis of sodium chloride using 
a mercury cathode (Castner-Kellner) or 
‘diaphragm’ cell. It can also be manufac- 
tured by the Gossage process. Sodium 
hydroxide dissolves readily in water 
with the evolution of heat. Its solutions 
have a soapy feel and are very corrosive. 
It is used to absorb acidic gases, such as 
carbon dioxide and sulphur dioxide. 
Industrially it is used in soap and paper 


manufacture and in the purification of 
bauxite. 


sodium iodide (Nal) A white solid 


formed by reacting sodium carbonate or 
sodium hydroxide with hydroiodic acid; 
the solution is then evaporated. Sodium 
iodide forms colourless crystals having à 
cubic shape. It is used as a source of 
iodine and in medicine and photography. 
TAcidified solutions of sodium iodide 
exhibit reducing properties owing to the 
formation of hydroiodic acid. 


sodium methanoate (sodium formate, 


HCOONGa) A white solid produced by 
reacting carbon monoxide with solid 
sodium hydroxide at 2009C- and 10 
atmospheres pressure, Alternatively it 
can be prepared by the neutralization of 


methanoic acid with sodium hydroxide 
solution. 


sodium monoxide (Na;O) A white solid 


formed by burning sodium in a dcfi- 
ciency of Oxygen or alternatively bY 
reducing sodium peroxide or sodium 
hydroxide with the requisite amount of 
sodium. It reacts violently with water tO 
orm sodium hydroxide and with acids 
to form solutions of their salts. {Sodium 
monoxide forms Cubic crystals. It 


dissolves in liquid ammonia to give 
sodamide and sodium hydroxide. 


sodium nitrate (Chile saltpetre, NaNO;) 
A white solid formed by the neutraliza- 
tion of nitric acid with either sodium 
carbonate or sodium hydroxide. It 
Occurs naturally in large quantities in 
South America. Impure industrial 
sodium nitrate is called caliche. Sodium 
nitrate is very soluble in water and on 
crystallization forms colourless deli- 


quescent crystals. On heating it decom-- 


poses to give sodium nitrite and oxygen. 


When heated with concentrated sul- . 


Phuric acid, nitric acid is produced. 

dium nitrate is used as a fertilizer and 
as a source of nitrates and nitric acid. 
The salt crystallizes in the, rhom- 
bohedral system and is isomorphous 
With the iodate. . 


Sodium nitrite (NaNO;) A yellowish- 
White solid formed by the thermal 

*composition of sodium nitrate. It is 
readily soluble in water. The anhydrous 
Salt forms orthorhombic crystals. When 
treated with cold dilute hydrochloric 
acid, sodium nitrite forms nitrous acid. 
Flt is used in organic chemistry in the 
Process of diazotization and industrially 
as a corrosion inhibitor. 


Sodium orthophosphate See trisodium 
Phosphate( y ), 


Sodium peroxide (Na;O;) A yellowish- 
White ionic solid formed by the direct 
Mbination of burning sodium with 
ans Oxygen. It reacts with water to 
orm sodium hydroxide and hydrogen 
Peroxide; the latter decomposes rapidly 
the alkaline solution to give oxygen. 
ium peroxide is used as a bleaching 
nent and an oxidizing agent for such 
suterials as wool and wood pulp. 
ium peroxide can convert nitro- 

i Sn) oxide to sodium nitrate and 


Ne to sodium iodate. 


ium Sulphate (Na;SO;) A white 
.Uble solid formed by heating à 
tra ture of sodium chloride and concen 
Sulphuric acid. Industrially 1t !5 


sodium thiosulphate 


prepared by the first stage of the Leblanc 
process. It forms two hydrates, the 
decahydrate ( NajSO,.10H;O) and the 
heptahydrate | (NajSO,.7H;O). Sodium 
decahydrate, known as Glauber's salt, is 
used in the manufacture of glass and as 
a purgative in medicine. It effloresces on 
exposure to air to form the anhydrous 
salt, which is used as a drying agent in 
organic chemistry. tAt room tempera- 
ture sodium sulphate crystallizes in the 
orthorhombic system; around 2509C 
there is a transition to the hexagonal 
system. The decahydrate crystallizes in 
the monoclinic form. 


sodium sulphide (Na;S) A yellow-red 
solid formed by the reduction of sodium 
sulphate using carbon (or carbon 
monoxide or hydrogen) at a high 
temperature. It is a corrosive material 
and deliquesces to release hydrogen 
sulphide. Sodium sulphide forms hydra- 
tes containing 4}, 5, and 9 H;O. In 
aqueous solution it is readily hydrolysed, 
the solution being strongly alkaline. 


sodium sulphite (Na;SO;) A white solid 
formed by reacting the exact amount of 
sulphur dioxide with either sodium 
carbonate or sodium hydroxide. It is 
readily soluble in water and crystallizes 
as colourless crystals of the heptahy- 
drate (Na;SO;.7H;O). When treated 
with dilute mineral acids, sulphur 
dioxide is evolved. At high temperatures, 
sodium  sulphite undergoes thermal 
decomposition to give sodium sulphate 
and sodium sulphide. 


ium superoxide (sodium dioxide, 
On A ae yellow solid obtained by 
heating sodium peroxide in oxygen at 
490°C. It reacts with water to give 
hydrogen peroxide, sodium hydroxide 
solution, and oxygen. TCommercial 
sodium peroxide contains 10% sodium 


' superoxide. 


i iosulphate (Na;S;O:) A white 
sedi E by boiling meh 
sulphite with flowers of sulphur or hy 
passing sulphur dioxide into a suspen- 
sion of sulphur in boiling sodium 
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soft soap 


hydroxide. Sodium  thiosulphate is 
readily soluble in water and crystallizes 
as large colourless crystals of the 
pentahydrate (Na;S:O:.5H;O). It reacts 
with dilute acids to give sulphur and 
sulphur dioxide. It is used in photo- 
graphy as “hypo” and industrially as an 
antichlor. *In volumetric analysis 
solutions of sodium thiosulphate are 
usually prepared from the pentahydrate. 
On heating it disproportionates to give 
sodium sulphate and sodium sulphide. 


soft soap A liquid soap made by saponi- 
fication with potassium hydroxide 
(rather than sodium hydroxide). 


soft water See hardness (of water). 


sol A colloid consisting of solid particles 
distributed in a liquid medium. A wide 
variety of sols are known; the colours 
often depend markedly on the particle 
size. The term aerosol is used for solid 
or liquid phases dispersed in a gaseous 
medium. See also colloid. 


solder An alloy used in joining metals. 
The molten solder alloys with (wets) the 
surfaces to be joined, without melting 
them, and solidifies on cooling to form a 
hard joint. The surfaces must be clean 
and free of oxide and a flux is often used 
to achieve this. Soft solders consist of 
lead with up to 60% tin and melt in the 
range 183-250"C. Soft-soldering is used, 
for example, in plumbing and making 
electrical contacts. t Brazing solders are 
copper-zinc alloys that have higher 
melting points and produce stronger 
joints than soft solders; silver can be 
added to produce silver solders. 


solid The state of matter in which the 
particles occupy fixed positions, giving 
the substance a definite shape. The 


particles are held in these positions by 
bonds. 


*Three kinds of attraction fix the 
positions of the particles: ionic, covalent, 
and intermolecular. Since these bonds 
act over short distances the particles in 
solids are packed closely together. The 
strengths of these three types of bonds 


are different and so, therefore, are the 
mechanical properties of different solids. 


solid solution *A solid composed of two 
or more substances mixed together at 
the molecular level. Atoms, ions, Or 
molecules of one*component in the 
crystal are at lattice positions normally 
occupied by the other component. 
Certain alloys are solid solutions of one 
metal in another. Isomorphic salts can 
also sometimes form solid solutions. as 
in the case of crystalline alums. 


solubility The amount of one substance 
that could dissolve in another to form à 
saturated solution under specified condi- 
tions of temperature and pressure. 
Solubilites are stated as moles of solute 
per 100 grams of solvent, or as mass of 
solute per unit volume of solvent. 


solubility product Symbol: Ks *If an 
ionic solid is in contact with its saturated 
solution, there is a dynamic equilibrium 
between solid and solution: 
AB(s) = A*(aq) + B*(aq) Y 
The equilibrium constant for this iS 
given by 


[A* ][B* [AB] " 
The concentration of undissolved solid 
[AB] is also constant, so ’ 


K, = [A*][B*] 
K, is the solubility product of the salt 
(at a given temperature). For à salt 
A2B;, for instance: 

K, = [A+ [B * | etc. 
Solubility products are meaningful only 
for sparingly soluble salts. If the product 
of ions exceeds the solubility product 
precipitation occurs. 


solute A material that is dissolved in 4 
solvent to form a solution, 


Solution A liquid system of two or mo" 
species that are intimately disperse 
within each other at a molecular lev" 
The system is therefore totally hom 
geneous. The major component is C a 
the solvent (generally liquid in the Pred 
state) and the minor component is calle 
the solute (gas, liquid, or solid). 16t 
+The process occurs because of a dire 


intermolecular interaction of the solvent 
with the ions or molecules of the solute. 
This interaction is called solvation. Part 
of the energy of this interaction appears 


as a change in temperature on 
dissolution. See also solid solution, 
solubility. 


solvation The attraction of an ion in 
solution for molecules of solvent. In 
water, for example, a positive ion will 
be surrounded by water molecules, 
which tend to associate around the ion 
because of attraction between the posi- 
tive charge of the ion, and the negative 
part of the polar water molecule. +The 
energy of this solvation (hydration in 
the case of water) is the ‘force’ over- 
coming the attraction between positive 
and negative ions when an ionic solid 
dissolves. The attraction of the dissolved 
ion for solvent molecules may extend 
for several layers. In the case of tran- 
sition metal elements, ions may also 
form complexes by coordination to the 
nearest layer of molecules. 


Solvay process (ammonia soda process) 
An industrial process for making sodium 
carbonate. The raw materials are 
calcium carbonate and sodium chloride 
(with ammonia). The calcium carbonate 
is heated: 

CaCO, — CaO + CO; 

Carbon dioxide is bubbled into a 
Solution of sodium chloride saturated 
With ammonia, precipitating sodium 
hydrogencarbonate and leaving ammon- 
ium chloride in solution. The sodium 
hydrogencarbonate is then heated: 
2NaHCO > Na,CO; + H:O + CO: 
The ammonia is regenerated by heating 
the ammonium chloride with the 
Calcium oxide: 
ANH,CI + CaO > CaCl, + 2NH; + 
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Solvent A liquid capable of dissolving 
Other materials (solids, liquids, or gases) 
to form a solution. The solvent i5 
Benerally the major component of the 
Solution. 


solvolysis +A reaction between à 


spectrographic analysis 


compound and the solvent in which it is 
dissolved. See also hydrolysis. 


sorption Absorption of gases by solids. 


specific Denoting a physical quantity per 
unit mass. For example, volume ( V) per 
unit mass ( m) is called specific volume: 
V- Vs 
In certain physical quantities the term 
does not have this meaning: for exam- 
ple. specific gravity is more properly 
called relative density. 


specific gravity See relative density. 


specific rotatory power Symbol: a; 
The rotation of plane-polarized light in 
degrees produced by a 10 cm length of 
solution containing 1 g of a given 
substance per millilitre of stated solvent. 
The specific rotatory power is a measure 
of the optical activity of substances in 
solution. It is measured at 20"C using 
the D-line of sodium. 


spectral line A particular wavelength of 
light emitted or absorbed by an atom, 
ion, or molecule. See line spectrum. 


spectral series A group of related lines 
in the absorption or emission spectrum 
of a substance. +The lines in a spectral 
series occur when the transitions all 
occur between one particular energy 
level and a set of different levels. See 


also Bohr theory. 


ectrograph An instrument for pro- 


SE phic record of a 


ducing a photogra 
spectrum. 


ic analysis A method of 
analysis in which the sample is excited 
electrically (by an arc or spark) and 
emits radiation characteristic of its 
component atoms. This radiation is 
passed through a slit, dispersed by a 
prism or a grating, and recorded asa 
spectrum, either photographically or 
photoelectrically. The photographic 
method, was widely used for qualitative 
and semiquantitative work but pho- 


spectrograph 
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spectrometer 


toelectric detection also allows wide 
quantitative application. 


spectrometer 1. An instrument for 
examining the different wavelengths 
present in electromagnetic radiation. 
Typically, spectrometers have a source 
of radiation, which is collimated by a 
system of lenses and/or slits. The 
radiation is dispersed by a prism or 
grating, and recorded photographically 
or by a photocell. There are many types 
for producing and investigating spectra 
over the whole range of the electromag- 
Netic spectrum. Often spectrometers are 
called spectroscopes. 
2. Any of various other instruments for 
analysing the energies, masses, etc., of 
particles. See mass spectrometer. 


Spectrophotometer tA form of spectro- 
meter able to measure the intensity of 
radiation at different wavelengths in a 
spectrum, usually in the visible, infrared, 
or ultraviolet regions. 


Spectroscope An instrument for examin- 
ing the different wavelengths present in 


electromagnetic radiation. See also spec- 
trometer. 


Spectroscopy 1. The production and 
analysis of spectra. There are many 
spectroscopic techniques designed for 
investigating the electromagnetic radia- 
tion emitted or absorbed by substances, 
Spectroscopy, in various forms, is used 
for analysis of mixtures, for identifying 
and determining the structures of chemi- 
cal compounds, and for investigating 
energy levels in atoms, ions, and mole- 
cules. In the visible and longer 
wavelength ultraviolet, transitions corre- 
spond to electronic energy levels in 
atoms and molecules. The shorter 
wavelength ultraviolet corresponds to 
transitions in ions. In the X-ray region, 
transitions in the inner shells of atoms 
or ions are involved. The infrared region 
corresponds to vibrational changes in 
molecules, with rotational changes at 
longer wavelengths. 

2. Any of various techniques for analy- 
sing the energy spectra of beams of 


particles or for determining mass spec- 
tra. 


spectrum (plural spectra) 1. A range of 
electromagnetic radiation emitted or 
absorbed by a substance under parti- 
cular circumstances. In an emission 
spectrum, light or other radiation 
emitted by the body is analysed to 
determine the particular wavelengths 
produced. The emission of radiation 
may be induced by a variety of methods; 
for example, by high temperature, 
bombardment by electrons, absorption 
of higher-frequency radiation, etc. In an 
absorption spectrum a continuous flow 
of radiation is passed through the 
sample. The radiation is then analysed 
to determine which wavelengths are 
absorbed. See also band spectrum, 
continuous spectrum, line spectrum. 

2. In general, any distribution of a 
Property. For instance, a beam of parti- 
cles may have a spectrum of energies. A 
beam of ions may have a mass spectrum 
(the distribution of masses of ions). 
+See mass spectrometer. 


speltar tCommercial zinc containing 
about 3% impurities, mainly lead. 


Spin tA property of certain elementary 
particles whereby the particle acts as if 
it were spinning on an axis; i.e. it has an 
angular momentum. Such particles also 
have a magnetic moment. In a magnetic 
field the spins line up at an angle to the 
field direction and precess around this 
direction. Certain definite orientations 
to the field direction occur ‘such that 
mh/2n is the component of angular 
momentum along this direction. m, is 
the spin quantum number. For an 
electron it has values + 1/2 and -1/2. 


Square-planar +See complex. 


stabilization energy {The difference in 
energy between the delocalized struc- 
ture and the conventional structure for a 
compound. For example, the stabiliza- 
lion energy of benzene is 150 kJ per 
mole, which represents the difference in 
energy between a Kekulé structure and 
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the delocalized structure: the delocalized 
form being of lower energy is therefore 
more stable. 

The stabilization energy can be deter- 
mined by comparing the experimental 
value for the heat of hydrogenation of 
benzene with that calculated for Kekulé 
benzene from bond-energy data. 


Stabilizer A substance added to prevent 
chemical change (ie. a negative 
catalyst). 


Staggered conformation +See confor- 
mation. 


Stainless steel See steel. 


Stalactites and stalagmites Pillars of 
calcium carbonate found hanging from 
the ceiling (stalactites) and standing on 
the floor (stalagmites) in limestone 
Caverns. They form when water contain- 
ing dissolved carbon dioxide forms weak 
Carbonic acid, which is able to react 
with limestone rock (calcium carbonate) 
lo give a solution of calcium hydrogen- 
carbonate. The solution accumulates in 
drops on the roof of caves and as it 
evaporates, the reaction is reversed 
causing calcium carbonate to be 
deposited. Over a very long period, the 
deposits build up to give a stalactite 
hanging from the cavern roof. Water 
that drips onto the floor from the tip of 
the stalactite also evaporates to leave a 

eposit of calcium carbonate. This 

gradually grows to form a stalagmite.’ 
Stalagmites and stalactites can even- 
tually meet to form a single rock pillar. 


Standard cell A voltaic cell whose e.m.f. 
I5 used as a standard. See Clark cell, 
€ston cadmium cell. 


Standard electrode +A half cell used for 
Measuring electrode potentials. The 
Ydrogen electrode is the basic standard 
Ut, in practice, calomel electrodes are 
Usually used. 


"andarg pressure An internationally 
reed value; a barometric height of 760 


starch. 


mmHg at 0°C; 101325 Pa (approxi- 
mately 100 kPa). 

This is sometimes called the atmosphere 
(used as a unit of pressure). The bar, 
used mainly when discussing the 
weather, is 100 kPa exactly. 


standard solution A solution that 

contains a known weight of the reagent 
in a definite volume of solution. A 
standard flask or volumetric flask is 
used for this purpose. The solutions 
may be prepared by direct weighing for 
primary standards. If the reagent is not 
available in a pure form or is deli- 
quescent the solution must be stan- 
dardized by titration against another 
known standard solution. See primary 
standard. 


standard temperature An internation- 

ally agreed value for which many 
measurements are quoted. It is the 
melting temperature of water, orc 
(273.15 K). See also STP. 


stannane (tin(IV) hydride, SnHs) A 
colourless poisonous gas prepared by 
the action of lithium aluminium hydride 
on tin(II) chloride. It is unstable, 
decomposing immediately at 150°C, 
Stannane acts as a reducing agent. 


stannic compounds Compounds of 
tin(IV). 


stannous compounds Compounds of 
tin(II). 


starch A polysaccharide that occurs 


exclusively in plants. Starches are 
extracted commercially from maize, 
wheat, barley, rice, potatoes, and 


sorghum. The starches are storage reser- 
voirs for plants; they can be broken 
down by enzymes to simple sugars and 
then metabolized to supply energy needs. 
Starch is a dietary component of 

imals. 
ed is not a single molecule but a 
mixture of amylose (water-soluble, blue 
colour with iodine) and amylopectin 
(not water-soluble. violet colour with 


states of matter 


iodine). The composition is amylose 
10-20%, amylopectin 80-90%. 


States of matter The three physical 
conditions in which substances occur: 
solid, liquid. and gas. The addition or 
removal of energy (usually in the form 
of heat, enables one state to be conver 
ted into. tnother 
The major distinctions between the 
states of matter depends on the kinetic 
energies of their particles and the 
distances between them. In solids, the 
Particles have low kinetic energy and 
are closely packed; in gases they have 
high kinetic energy and are very loosely 
packed; kinetic energy and separation of 
particles in liquids are intermediate. 
Solids have fixed shapes and volumes — 
ie. they do not flow, like liquids and 
gases, and they are difficult to compress. 
In solids the atoms or molecules occupy 
fixed positions in space. In most cases 
there is a regular pattern of atoms — the 
solid is crystalline. 

Liquids have fixed volumes (ie. low 
compressibility) but flow to take up the 
shape of the container. The atoms or 
molecules move about at random, but 
they are quite close to one another and 
the motion is hindered. 

Gases have no fixed shape or volume. 
They expand spontaneously to fill the 
container and are easily compressed. 
The molecules have almost free random 
motion. 

+A plasma is sometimes considered to 
be a fourth state of matter. 


steam distillation +A method of 
isolating or purifying substances by 
exploiting Dalton's law of partial pres- 
sures to lower the boiling point of the 
mixture. When two immiscible liquids 
are distilled, the boiling point will be 
lower than that of the more volatile 
component and consequently will be 
below 100°C if one component is water. 
The method is particularly useful for 
recovering materials from tarry mix- 
tures. 


steam reforming *The conversion of a 
methane-steam mixture at 900"C witli a 


nickel catalyst into a mixture of carbon 
monoxide and hydrogen. The mixture of 
gases (synthesis gas) provides a starting 
material in a number of processes, e.g. 
the manufacture of methanol. 


»teel An alloy of iron witn smani amoun 
of carbon and, often, other metals. 
Carbon steels contain 0.05-1.5% carbon 
— the more carbon, the harder the steel. 
Alloy steels also contain small amounts 
of other elements, such as chromium, 
manganese, and vanadium. Their pro- 
perties depend on the composition. 
Stainless steels, for instance, are resistant 
lo corrosion. The main constituent is 
chromium (10-25%) with up to 0.7% 
carbon. 


Step An elementary stage in a chemical 


reaction, in which energy may be 
transferred from one molecule to 
another, bonds may be broken or 
formed, or electrons may be transferred. 
+For example, in the reaction between 
hypochlorite ions and iodide ions in 
aqueous solution there are three steps: 
Step 1 

OCl(aq) + H;O(1) > HOCKaq) + 
OH (aq) 

Step 2 

l(aq) + HOCKaq) > HOl(aq) + 
Cl'(aq) 

Step 3 

OH (aq) + HOl(ag) > H;O(l) + 
Ol (aq) 


steradian Symbol: sr The SI unit of 
solid angle. The surface of a sphere, for 
example, subtends a solid angle of 47 at 
its centre. The solid angle of a cone 15 
the area intercepted by the cone on the 
surface of a sphere of unit radius. 


Stearate +A salt or ester of stearic acid. 

Stearic acid See octadecanoic acid. 

stereochemistry The branch of chemis- 
try concerned with the shapes of mole- 
cules and the way these affect the 


chemical Properties. 


Stereoisomerism See isomerism 
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strontium 


Steam distillation 


steric effect *An effect in which the 
shape of a molecule influences its 
reactions. A particular example occurs 
in molecules. containing large groups, 
which hinder the approach of a reactant 
(steric hindrance). 


Steric hindrance #See steric effect. 
Still An apparatus for distillation. 


Stoichiometry The proportions in which 
elements form compounds. A stoichio- 
Metric compound is one in which the 
atoms have combined in small whole 
numbers, 


Storage battery See accumulator. 


STP (NTP) Standard temperature and 
Pressure. Conditions used internation- 
ally when measuring quantities that 
vary with both pressure and temperature 
(such as the density of a gas). The 
Values are 101325 Pa (approximately 
100 kPa) and 0°C (273.15 K). See also 
Standard pressure, standard temperature. 


Straight chain See chain. 


Strecker synthesis +A method of 
Synthesizing amino acids. Hydrogen 
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cyanide forms an addition product 
(cyanohydrin) with aldehydes: 

RCHO + HCN > RCH(CN)OH 
With ammonia further substitution 
occurs: 

RCH(CN)OH + NH; > 
RCH(CN)(NH;) + H;O 
Acid hydrolysis of the cyanide group 
then produces the amino acid 
RCH(CN)(NH;) > 
RCH(COOH)(NH:) 
The method is a general synthesis for 
a-amino acids (having the -NH; and 
-COOH groups on the same carbon 
atom). 


strontia See strontium oxide. 


strontium A soft low-melting reactive 
metal; the fourth member of group Il of 
the periodic table and classed as a typi- 
cal alkaline-earth element. The elec- 
tronic configuration is that of krypton 
with two additional outer 5s electrons. 
Strontium and barium are both of low 
abundance in the Earth's crust, stron- 
tium occurring as strontianite (SrCO:) 
and celestine (SrSOx). 
+The element is produced industrially 
by roasting the carbonate to give the 
oxide (800°C) and then reducing with 


aluminium. 


strontium bicarbonate 


3SrO + 2AI — AlO, + 2Sr 

Strontium has a low ionization poten- 
tial, is large, and is therefore very 
electropositive. The chemistry of stron- 
tium metal is therefore characterized by 
high reactivity of the metal. The proper- 
ties of strontium fall into sequence with 
other alkaline earths; viz it 
directly with oxygen, nitrogen, sulphur, 
the halogens, and hydrogen to form 
respectively the oxide SrO, nitride Sr:N,, 
sulphide SrS, halides SrX;, and hydride 
SrH:. all of which are largely ionic in 
character. The oxide SrO and the metal 
react readily with water 


reacts 


to form the 
hydroxide Sr(OH), which is basic and 
mid-way between Ca(OH) and 


Ba(OH); in solubility. The carbonate 
and sulphate are both insoluble, 

As the metal is Very electropositive the 
Salts are never much hydrolysed in 
solution and the ions are largely solvated 
as [S( H0} [2 +. 
Symbol: Sr; m.p. 800°C; b.p. 1366°C; 
r.d. 2.6; p.n. 38; r.a.m. 87.62. 


Strontium bicarbonate See strontium 
hydrogencarbonate. 


Strontium carbonate (SrCO\) A white 
insoluble solid that Occurs naturally as 
the mineral Strontianite. It- can be 
Prepared by passing carbon dioxide over 
Strontium oxide or hydroxide or by 
passing the gas through a solution of a 
Strontium salt. Strontium carbonate is 
then formed as a Precipitate. It is used 
as a slagging agent in certain metal 


furnaces and to produce a red flame in 
fireworks, 


strontium chloride (SrCl:) A white solid 
Obtained directl 


Y from strontium and 
chlorine or b: 


Y passing chlorine Over 
heated strontium Oxide. It is used in 


fireworks to give a red flame. The 
hexahydrate (SrCl;.6H;0) is prepared 
by the neutralization of hydrochloric 


acid by strontium hydroxide or carbon- 
ate. 


strontium hydrogencarbonate (stron- 
lium bicarbonate, Sr(HCO.)) A com- 
pound present in solutions formed by 
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the action of carbon dioxide on a 
suspension in cold water of strontium 

carbonate, to which it reverts on heating: 
SrCO, + CO, + H;O = Sr(HCO,); 


strontium hydroxide (Sr(OH);) A solid 
that normally occurs as the octahydrate 
(SrCOH )..8H;0), Which is prepated by 
crystallizing an aqueous solution of 
strontium oxide. Strontium hydroxide is 
readily soluble in water and aqueous 
solutions are Strongly basic. It is used in 
the purification of sugar. 


Strontium oxide (strontia, SrO) A gre; - 
ish-white powder Prepared by thc 
decomposition of strontium carbonate, 
hydroxide, or nitrate, Strontium oxide is 
soluble in water, forming an alkaline 
solution due to the attraction between 
the oxide ions and protons from the 
water: 


O% + H,0 = 20H 


Strontium sulphate (SrSO;) A white 
sparingly soluble salt that occurs 


eral celestine. It can 
hydroxide, or 


sulphuric acid. It is used 
for barium sulphate in pai 


carbonate in 
as a substitute 
nts. 

Structural formul 


a The formula of a 
compound showing the numbers and 


types of atoms Present, together with 
the way in which these are arranged in 
the molecule, Often this can be done by 
grouping the atoms, as in the Structural 
formula of ethanoic acid CH..CO.0H. 


Compare empirical formula, molecular 
formula, 


Structural isomerism See isomerism. 


Styrene Sec Phenylethene. 


sure) iodine, Solid carbon dioxide, and 
ammonium chloride sublime, 
At certain Conditions of external pres- 


Sure and temperature an equilibrium 
can be established between the solid 
phase and vapour phase. 


Sub-shell A subdivision of an electron 
shell. +It is a division of the orbitals that 
make up a shell into sets of orbitals, 
which are degenerate (i.e. have the same 
energy) in the free atom. For example, 
in the third shell or M-shell there are 
the 3s, 3p, and 3d sub-shells of which 
the latter two are 3- and 5-degenerate 
respectively. 


Substituent An atom or group substituted 
for another in a compound. Often the 
term is used for groups that have 
replaced hydrogen; for example, in 
benzene derivatives. 


Substitution reaction A reaction in 
Which an atom or group of atoms in an 
Organic molecule is replaced by another 
atom or group. The substitution of a 
hydrogen atom in an alkane by a 
chlorine atom is an example. 
*Substitution reactions fall into three 
Major classes depending upon the nature 
Of the attacking substituent. 

ilic substitution: the attacking 

A is a nucleophile. Such reac- 

tions are very common with alcohols 

and halogen compounds, in which the 
electron-deficient carbon atom attracts 
the nucleophile and the leaving group 
readily exists alone. Examples are the 
hydrolysis of a haloalkane and the 

Chlorination of an alcohol. 

CiH«CI + OH: > CiH«OH + Cl 
C:H.OH + HCI — C;H-CI + H:O 
succtrophilic substitution: the attacking 
pessutuent is an electrophile. Such 
cà Ctions are common in aromatic 
rio Pounds, in which the electron-rich 
i B attracts the electrophile. The nitra- 
On of benzene in which the electro- 

Phile is NO;* is an example: 

CH, + NO;* > CHINO; + H* 
in radical Substitution: a free radical 
ls € attacking substituent. Such reac- 

His S can be used with compounds that 

el inert to either nucleophiles or 
ectrophiles, for instance the halo- 

8enation of an alkane: 


sugar 


CH; + Cl + CHCI + HCl 

The term ‘substitution’ is very general 
and several reactions. that can be 
considered as substitutions are more 
normally given special names (e.g. 
esterification, hydrolysis, and nitration). 
See also electrophilic substitution, 
nucleophilic substitution. 


succinic acid See butanedioic acid. 


sucrose (cane sugar, Ci3H»:O;;) A sugar 
that occurs in many plants. It is extracted 
commercially from sugar cane and sugar 
beet. #Sucrose is a disaccharide formed 
from a glucose unit and a fructose unit. 
It is hydrolysed to a mixture of fructose 
and glucose by the enzyme invertase. 
Since this mixture has a different optical 
rotation (laevorotatory) than the ori- 
ginal sucrose, the mixture is called invert 
sugar. 


sugar (saccharide) One of a class of 
sweet-tasting simple carbohydrates. 
Sugars have molecules consisting of a 
chain of carbon atoms with -OH groups 
attached, and either an aldehyde or 
ketone group. They can exist in a chain 
form or in a ring formed by reaction of 
the ketone or aldehyde group with an 
OH group. Monosaccharides are simple 
sugars that cannot be hydrolysed to 
sugars with fewer carbon atoms. Two or 
more monosaccharide units can be 
linked in disaccharides, trisaccharides, 
etc. 
+Monosaccharides are also classified 
according to the number of carbon 
atoms: a pentose has five carbon atoms 
and a hexose six. Monosaccharides with 
aldehyde groups are aldoses; those with 
ketone groups are ketoses. Thus, an 
aldohexose is a hexose with an aldehyde 
group; a ketopentose is a pentose with a 
ketone group, etc. 
The ring forms of monosaccharides are 
derived by reaction of the aldehyde or 
ketone group with one of the carbons at 
the other end of the chain. It is possible 
to have a six-membered (pyranose) ring 
or a five-membered (furanose) ring. 
Sec also carbohydrate, polysaccharide. 
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sulpha drugs 


CH,OH 


HOCH: 


OH 


HOCH 


OH OH 


glucose - a pyranose ring 


fructose - in a furanose ring form 


ribose - a pyranose ring 


Examples of monosaccharides 


sulpha drugs +See sulphonamide. 


sulphate A salt or ester of sulphuric(VI) 
acid. 

sulphide 1. A compound of sulphur with 
a more electropositive element. Simple 
sulphides contain the ion $% Poly- 
sulphides can also be formed containing 


ions with chains of sulphur atoms (S23). 
2. See thio ether. 


sulphite A salt or es 


ter of sulphurous 
acid. 


sulphonamide TA 
Compound with the 
RSO:NH:. Sulphonamides, which arè 
amides of sulphonic acids, are active 
against bacteria, and some are used i? 


type of organ" 
general formu 


pi ceuticals (‘sulpha drugs"). 
Sulphonation +A reaction introducing 
the -SO;OH 


t (sulphonic acid) group 
Into an organic compound, Sulphona 
tion of aromatic compounds is usual! $ 
accomplished by refluxing with concen 
trated sulphuric acid for several hour 
The attacking species is SO, (sU 
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Sulphonic Acid 


PRurt YT) oxide) and the reaction is an 
Xample of electrophilic substitution. 


“phonic acid +A type of organic 
pound containing the -SO:.OH 
ze The simplest example is ben- 
Sh esulphonic acid (C4H«SO;OH ). Sul- 
BRE acids are strong acids. Electro- 
ae ic substitution can introduce other 
Sore onto the benzene ring; the 
the al group directs substituents into 

Position. 


Sui 
| Dhur A Jow melting non-metallic solid, 


sulphur ' 


a-D-glucose 


B-D-glucose 


H 


Sucrose - a disaccharide 


CH,OH 


yellow coloured in its common forms: 
the second member of group VI of the 
periodic table. It has the electronic 
configuration [Ne]3s?3p*. 

Sulphur occurs in the elemental form in 
Sicily and some southern states of the 
USA, and in large quantities in 
combined forms such as sulphide ores 
(FeS;) and sulphate rocks (CaSO,). It 
forms about 0.5% of the Earth's crust. 
Elemental sulphur is extracted commer- 
cially by the Frasch process in which 
super-heated steam is forced down the 
outer of three concentric tubes leading 
into the deposit. This causes the sulphur 
to melt; then air is blown down the 
central tube causing molten sulphur to 
be forced out of the well to be collected 
and cooled at the well head. The large 
amount of sulphur obtained from smel- 
ting of sulphide ores or roasting of 
sulphates is not obtained as elemental 
sulphur but is used directly as SO;/SO; 
for conversion to sulnhuric acid (contact 


process). 


sulphur dichloride dioxide 


Sulphur exhibits allotropy 3 and its 
structure in all phases is quite complex. 
The common crystalline modification, 
rhombic sulphur, is in equilibrium with 
a triclinic modification above 96°C. Both 
have structures based on S;-rings but the 
crystals are quite different. If molten 
sulphur is poured into water a dark red 
‘plastic’ form is obtained in a semi- 
elastic form. The structure appears to be 
a helical chain of S atoms. Selenium and 
tellurium both have a grey ‘metal-like’ 
modification but sulphur does not have 
this form. 
Sulphur reacts directly with hydrogen 
but the position of the equilibrium at 
normal temperatures precludes its use as 
a preparative method for hydrogen 
sulphide. The element burns readily in 
oxygen with a characteristic blue flame 
to form sulphur dioxide (SO:) and traces 
of sulphur trioxide (SO;). Sulphur also 
forms a large number Of oxy-acid 
species, some containing Peroxy-groups 
and some with two or more S-atoms. It 
forms four distinct fluorides, $F, SF; 
SFs, S;Fy; three chlorides, S,CI,. SCh, 
SCl; a bromide SiBr, but no iodide. 
Apart from SE, which is surprisingly 
stable and inert, the halides are 
susceptible to hydrolysis 
commonly SO; sometimes H3S, and the 
hydrogen halide, The halides SF,, SiCh, 
uently used as selective 


i ents and chlorinating 
agents in organic 


chemistry, The 
chlorides are also industrially important 
for hardening rubbers, Sulphur hex. 
afluoride may be p 


Tepared by direct 
reaction of the elements but SF, is 
prepared by fluorinating SCh with NaF, 


In a limited supply of chlorine, sulphur 
combines to give sulphur monochloride, 
SiCh; in excess chlorine at higher 
temperatures the dichloride is formed, 
28 + Cha SiCl; 
Sich + Ch > 2sCI, 

In addition to these bina 
sulphur forms two groups of 
the thionyl halides, SOx, = and 
Br, but not 1), and the Sulphury| halides 
SO;X; (F and CI, but not Br and I), 
Most metals react with sulphur lo form 


sulphides of which there are a large 


TY halides, 
Oxyhalides: 
EC 


number of structural types. With electro- 
Positive elements of group I and II the 
sulphides are largely ionic (S?-) in the 
Solid phase. Hydrolysis occurs in 
solution thus; 
S^ + HjOS SH- + OH- 

Most transistion metals form sulphides, 
which although formally treated as FeS, 
CoS, NiS, etc., are largely covalent and 
frequently non-stoichiometric, 

In addition to the complexities of the 
binary compounds with metals, sulphur 
forms a range of binary compounds 
With elements such as Si, As, and P, 
which may be polymeric and generally 
of rather complex Structure, e.g. (SiSs)m 
(SbS;),, NaS, As,S,, P,S;. 

Sulphur also forms a wide range of 
organic sulphur compounds, most of 
which have the typically revolting smell 


of H;S. C: 
Symbol: S; m.p. 118.9°C; b.p. 444.6°C: 
r.d. 2.07; p.n. 16; r.a.m. 32.06. 


Sulphur dichloride dioxide (sulphury! 


chloride, SO;Cl;) +A colourless fuming 
liquid formed by the reaction of chlorine 
with sülphur(IV) oxide in sunlight. It is 
used as a chlorinating agent. 


sulphur 


dichloride oxide  (thionyl 
chloride, 


SOCH) +A colourless fuming 
liquid formed by passing sulphur(1V) 
oxide over phosphorus( V) chloride an 
distilling the mixture obtained, Sulphur 
dichloride oxide is used in organic 
chemistry to introduce chlorine atoms 
(for example, into ethanol to form 
monochloroethane), the organic product 


ing easily isolated as the other 
Products are gases. 


Sulphuretted 


hydrogen See hydrogen 
sulphide, 


Sulphuric(IV) acid See sulphurous acid- 
Sulphuric(V]) acid (HSO,) A colour” 
less oily liquid Manufactured by beer 
Contact process. The Pure acid is dilute? 
by adding it slowly to water, with care 

ful stirring, Concentrated sulphuric act 

acts as an oxidizing agent, giving 
Sulphur(IV) oxide as the main product: 
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and also as a dehydrating agent. The 
diluted acid acts as a strong dibasic acid, 
neutralizing bases and reacting with 
active metals and carbonates to form 
sulphates. 

Sulphuric acid is used in the laboratory 
lo dry gases (except ammonia), to 
prepare nitric acid and ethene, and to 
absorb alkenes. In industry, it is used to 
manufacture fertilizers (e.g. ammonium 
Sulphate), rayon, and detergents, to clean 
metals, and in car batteries. See contact 
process. 


sulphur monochloride +See disulphur 
dichloride. 


sulphurous acid (sulphuric(IV) acid, 
H,SO;) A weak acid found only in 
solution, made by passing sulphur(IV) 
oxide into water. The solution is 
unstable and smells of sulphur(IV) 
oxide. It is a reducing agent, converting 
iron(III) ions to iron(II) ions, chlorine 
to chloride ions, and orange dichro- 
mate( VI) ions to green chromium(III) 
ions. 


sulphur(VI) oxide (sulphur trioxide, 
SO;) A fuming volatile white solid 
prepared by passing sulphur(IV) oxide 
and oxygen over hot vanadium(V) oxide 
(acting as a catalyst) and cooling the 
product in ice. Sulphur( VI) oxide reacts 
vigorously with water to form sulphuric 
acid. See also contact process. 


sulphur trioxide See sulphur( VI) oxide. 


Sulphuryl chloride +See sulphur dich- 
loride dioxide. 


Supercooling The cooling of a liquid at 
a given pressure to a temperature below 
its melting temperature at that pressure 
without solidifying it. The liquid parti- 
cles lose energy but do not spon- 
taneously fall into the regular geometri- 
cal pattern of the solid. tA supercooled 
liquid is in a metastable state and will 
usually solidify if a small crystal of the 
Solid is introduced to act as a ‘seed’ for 
the formation of crystals. As soon as 
this happens, the temperature returns to 


synthesis gas 


the melting temperature until the 
substance has completely solidified. 


superfluidity A property of liquid helium 
at very low temperatures. At 2.186 K 
liquid helium makes a transition to a 
superfluid state, which has a high ther- 
mal conductivity and flows without 
friction. See also helium. 


superheating The raising of a liquid's 
temperature above its boiling tempera- 
ture, by increasing the pressure. 


supernatant Denoting a clear liquid that 
lies above a sediment or a precipitate. 


superoxide An inorganic compound 
containing the O° ion. 


superphosphate tA mixture — mainly 
calcium hydrogenphosphate and calcium 
sulphate — used as a fertilizer. It is 
made from calcium phosphate and 
sulphuric acid. 


supersaturated solution See saturated 
solution. 


supersaturated vapour See saturated 
vapour. 


supplementary units The dimensionless 
units — the radian and the steradian — 
used along with base units to form 
derived units. See also SI units. 


surfactant A substance that lowers 
surface tension, e.g. a soap or other 
detergent. 


suspension A system in which small 
particles of a solid or liquid are disper- 
sed in a liquid or gas. 


synthesis The preparation of chemical 
compounds from simpler compounds. 


synthesis gas tA mixture of carbon 
monoxide and hydrogen produced by 
steam reforming of natural gas. 
CH, + H;05 CO + 3H; 
Synthesis gas is a useful starting material 
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Système International d'Unités 


for the manufacture of a number of 
organic compounds. 


Systéme International d'Unités See SI 
units. 


tantalum A transition element. It is 
strong, highly resistant to corrosion, and 
is easly worked. Tantalum is used in 
turbine blades and in surgical and dental 
work. 
Symbol: Ta; m.p. 3000°C: b.p. 5400°C; 
r.d, 16.6; p.n. 73; r.a.m. 180.95. 


tartaric acid +A crystalline hydroxy 
carboxylic acid with the formula: 

HOOC(CHOH),COOH 
Its. systematic name is 2,3-dih 
butanedioic acid. 
activity. 


ydroxy- 
See also optical 


tartrate +A salt or ester of tartaric acid, 


tautomerism *Isomerism in 
isomer can convert into th 
that the two isomers are in 
The isomers are called 
Tautomerism often Tesults 
migration of a hydrogen a 
keto-enol tautomerism. 


which each 
e Other, so 
equilibrium. 
tautomers. 
from the 
lom. See 


technetium A transition metal produced 
artificially by bombarding molybdenum 
with neutrons and also during the fission 
of uranium, It is radioactive. 
Symbol: Tc; m.p. 2130°C; b.p. 4620"C; 
r.d. 11.5; p.n. 43; r.a.m. 97. 


tellurium A brittle silvery metalloid 
element belonging to group VI of the 
periodic table. It is found native and in 
combination with metals. Tellurium is 
used mainly as an additive to improve 


the qualities of stainless steel and various 
metals. 


Symbol: Te; m.p. 449.5°C; b.p. 989.8"C; 
T.d. 6.24; p.n. 52; ra.m. 127.6. 


temperature scale A practical scale for 
measuring temperature. A temperature 
scale is determined by fixed temperatures 
(fixed points), which are reproducible 
Systems assigned an agreed temperature. 
On the Celsius scale the two fixed points 
are the temperature of pure melting ice 
(the ice temperature) and the tempera- 
ture of pure boiling water (the steam 
temperature). The difference between 
the fixed points is the fundamental 
interval of the scale, which is subdivided 
into temperature units. The. Interna- 
tional Temperature Scale has 11 fixed 


points covering the range 13.81 kelvin to 
1337.58 kelvin. 


temporary hardness A lype of water 
hardness caused by the presence of 
dissolved calcium, iron, and magnesium 
hydrogencarbonates. This form of hard- 
ness can be removed by boiling the 
water, Temporary hardness arises 
because rainwater combines with carbon 
dioxide from the atmosphere to form 
eak carbonic acid. This reacts. with 
carbonate rocks, such as limestone, to 
produce calcium hydrogencarbonate, 
which then goes into Solution, When 
this solution is heated, the complete 
reaction sequence is reversed so thal 
calcium carbonate is precipitated, If this 
is not removed, it will accumulate in 
boilers and hot water pipes and reduce 


their efficiency, Compare permanent 
hardness. See also water softening, 


tera- Symbol: T A 


For example, | te 
watts (W), 


Prefix denoting 10”. 
rawatt (TW) = 10! 


terbium A soft ductil 
element of the la 
metals. It occurs in association with 
other lanthanoids. One of its few uses is 
as a dopant in Solid-state devices, 
Symbol: Tb; mp, 1356"C; b.p. 3123°C; 
rd, 8.23; p.n. 65; r.a.m. 158.93, 


€ malleable silvery 
nthanoid series of 


ternary compound A chemical com- 
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pound formed from three elements; e. 
Na:SO; or LiAIH;. re 


terpene +Any of a class of natural 
unsaturated hydrocarbons with formulae 
(C:H,),, found in plants. 


tervalent (trivalent) Having a valence of 
three. 


pi Symbol: T *The SI unit of magnetic 

ux density, equal to a flux density of 
one weber of magnetic flux per square 
metre. IT = | Wbm" 


‘etrachloromethane Carbon tetrach- 
Tide, Note that "tetrachloromethane' is 


the Systematic name, and is preferred in 
Organic chemistry. 


letraethyl lead See lead tetraethyl. 
t 
etraponal €rystal See crystal system. 


tetrahedral compound A compound 
Teak e methane, in which.an atom has 
a nds directed towards the corners 
a regular tetrahedron. +The angles 
petween the bonds in such a compound 
are about 109" 
te 
"ton edtafe ^ crystalline. hydrated 
Pound containing four molecules of 


Water of crystallizati 
$ rystallization per 
LN per molecule of 


than; 
"ilum pu malleable greyish metallic 
frag Cionging to group III of the 
caine E It is found in lead and 
Thala E including pyrites ( FeS;). 
previous 5 highly toxic and was used 
d Y às à rodent and insect poison. 
US compounds are now used in 


Photocells, infr: 
c 5. ared detectors. $ 
melting glasses. Sept 


S $ 
WR Tl; m.p. 303.5°C; b.p. 1457°C; 
"d. 11.85; p.n. 81; r.a.m. 204.37. 


t : 
Mitmite (thermit) A mixture of alumin- 
iiri powder and iron(II) oxide. When 
‘Bnited the oxide is reduced; the reaction 


'S strongl i 
i SR y exothermic and molten iron 


2Al + FeO, => AkO; + 2Fe 
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thermodynamic temperature 


Thermite is used in incendiary bombs 
and for welding steel. tSee also Gold- 
schmidt process. 


thermochemistry The branch of chemis- 
try concerned with heats of reaction, 
solvation, etc. 


thermodynamics The ‘study of heat and 
other forms of energy and the various 
related changes in’ physical quantities 
such ‘as temperature, pressure, density, 
etc. 
The first law of thermodynamics states 
that the total energy in a closed system 
is conserved (constant). In all processes 
energy is simply converted from one 
form to another, or transferred from one 
system to another. 
+A mathematical statement of the first 
law is: 

6Q = 8U + 6W 

Here, 5Q is the heat transferred to the 
system, 5U the change in internal energy 
(resulting in a rise or fall of tempera- 
ture), and 6W is the external work done 
by the system. 
The second law of thermodynamics can 
be stated in a number of ways, all of 
which are equivalent. One is that heat 
cannot pass from a cooler to a hotter 
body without some other process 
occurring. Another is the statement that 
heat ‘cannot be totally converted into 
mechanical work — i.e. a heat engine 
cannot be 100% efficient. 
The third law of thermodynamics states 
that the entropy of a substance tends to 
zero as its thermodynamic temperature 
approaches zero. 
Often a zeroth law of thermodynamics 
is given: that if two bodies are each in 
thermal equilibrium with a third body, 
then they are in thermal equilibrium 
with each other. This is considered to be 
more fündamental than the other laws 
because they assume it. See also Carnot 
cycle, entropy. 


thermodynamic temperature Symbol: 
T A temperature measured in kelvins. 
The size of the kelvin is the same as that 
of the degree Celsius, and temperatures 
on the Celsius scale can be converted to 


thin-layer chromatography 


thermodynamic temperatures by adding 
273.15. 


thin-layer chromatography A tech- 
nique widely used for the analysis of 
mixtures. Thin-layer chromatography 
employs a solid stationary phase, such 
as alumina or silica gel, spread evenly as 
a thin layer on a glass plate. A base line 
is carefully scratched near the bottom of 
the plate using a needle, and a small 
sample of the mixture is spotted onto 
the base line using a capillary tube. The 
plate is then stood upright in solvent, 
which rises up to the base line and 
beyond by capillary action. The 
components of the spot of the sample 
will dissolve in the solvent and tend to 
be carried up the plate. However, some 
of the components will cling more 
readily to the solid phase than others 
and will not move up the plate so 
rapidly. In this way, different fractions 
of the mixture eventually become 
separated. When the solvent has almost 
reached the top, the plate is removed 
and quickly dried. The plate is developed 
to locate the positions of colourless 
fractions by Spraying with a suitable 
Chemical or by exposure to ultraviolet 
radiation. The components are identi- 
fied by comparing the distance they 
have travelled up the plate with stan- 
dard solutions that have been run 


simultaneously, or by computing an Re 
value. 


thio alcohol (mercaptan) +A compound 


of the type RSH, similar to an alcohol 
with the oxygen atom replaced by 
sulphur. 


thio ether An Organic sulphide; a 
compound of the type RSR’, 


thiosulphate A salt containing the ion 
$)0,- 
thionyl chloride +See sul 


phur dichloride 
Oxide, 


thixotropy The change of viscosity with 
time. Fluids that 


Suffer a change in 
viscosity on standing are Said to be 
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thixotropic. Examples include mayon- 
naise and paint. 


thorium A toxic radioactive element of 
the actinoid series that is a soft ductile 
silvery metal. It has several long-lived 
radioisotopes found in a variety of 
minerals including monazite. Thorium 
is used in magnesium alloys, in the 
electronics industry, and is a potential 
nuclear fuel. 
Symbol: Th; m.p. 1750°C; b.p. 4750°C 


(approx.); r.d. 11.72; p.n. 90; r.a.m. 
232.04. 


threonine +See amino acids. 


thulium A soft malleable ductile silvery 
element of the lanthanoid series of 
metals. It occurs in association with 
other lanthanoids. 
Symbol: Tm; m.p. 1545°C; b.p. 1947°C; 
r.d. 9.31; p.n. 69; r.a.m. 168.93. 


tin A white lustrous metal of low-melting 
point; the fourth member of group IV of 
the periodic table. Tin itself is the first 
distinctly metallic element of the group 
even though it retains some amphoteric 
Properties. Its electronic structure has 
Outer sp? electrons (Kr ]4d '^Ss?5p?). 
The element is of low abundance in the 
Earth's crust (0.004%) is widely distri- 
buted, largely as cassiterite (SnO;). The 
metal has been known since early bronze 
age civilizations when the Ores used 
were relatively rich but currently worked 
Ores are as low as 1-2% and considerable 
concentration must be carried out before 
roasting. The metal itself is obtained by 
reduction using carbon, 

SnO; + C. Sn + CO; 

Tin is an expensive metal and several 
processes are used for Tecovering tin 
from scrap tin-plate. These may involve 
chlorination (dry) to the volatile SnCla 
or by electrolytic methods using an 
alkaline electrolyte, 
Sn + 40H-— Sn(OH),?- + 2e- (anode) 
Sn(OH)4- > Sn?* + 40H- (cathode) 
Sn?* + 2e > Sn (cathode) 
Tin does not react directly with hydro- 
gen but an unstable hydride, SnH,, en 
be prepared by reduction of SnCL. Th 


low stability is due to the rather poor 
overlap of the diffuse orbitals of the tin 
atom with the small H-orbitals. Tin 
forms both tin(II) oxide and tin(IV) 
oxide. Both are amphoteric, dissolving 
in acids to give tin(1I) and tin(IV) salts, 
and in bases to form stannites and 
stannates, 

SnO + 40H: — [SnO.]* + 2H;O 

stannite (relatively unstable) 
SnO: - 40H —. [SnO;]*: + 2H;O 
stannate 

The halides, SnX; may be prepared by 
dissolving tin metal in the hydrogen 
halide or by the action of heat on SnO 
Plus the hydrogen halide. Tin(IV) 
halides may be prepared by direct 
reaction of halogen with the metal. 
Although lin(II) halides are ionized in 
solution their melting points are all low 
Te considerable covalency in all 
oaiae fluoride. The tin(IV) halides are 
volatile and essentially covalent with 
Tem polarization of the bonds. 
i in( 1) compounds are readily oxidized 
© tin(IV) compounds and are therefore 
800d reducing agents for general labora- 
tory use, 
Tin has three crystalline modifications 
or allotropes, a-tin or "grey tin’ (diamond 
NE fi-tin or "white tin’, and y-tin; 
is latter two are metallic with close 
Packed structures. Tin also has several 
Isotopes, 
i n used in a large number of alloys 
m uding Babbit metal, bell metal. 

Titannia metal, bronze, gun metal, and 
paan as well as several special solders. 

ymbal: Sn; m.p. 232°C: b.p. 2362"C; 
P.n. 50; r.a.m. 118.7, UR / 


tin(11) chloride (SnCl,) A transparent 
E a fatty lustre. It is made by 
ES ing tin in hydrochloric acid. 
E) chloride is a reducing agent 
MU with ammonia, and forms 
Ydrates with water. It is used as a 


Merdant. 

ti , i 

TAN) chloride (SnCl;) A colourless 
ME liquid. Tin(IV) chloride is 
Soluble in organic solvents but is 


hydrolysed by 


water, 
Sulphur, am 


dissolves 
phosphorus, 


bromine, and 
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titanium 


iodine, and it dissolves in concentrated 
hydrochloric acid to give the anion 
SnCl,?. 


" 


tin(IV) hydride See stannane. 


tin(Il) oxide (SnO) A dark green or 
black solid. It can also be obtained in an 
unstable red form, which turns black on 
exposure to air. Tin(II) oxide can be 
made by precipitating the hydrated oxide 
from a solution containing tin(II) ions 
and dehydrating the product at 100°C. 


tin(IV) oxide (SnO;) A ,colourless 
crystalline solid, which is usually 
discoloured owing to the presence of 
impurities. It exists as hexagonal or 
rhombic crystals or in an amorphous 
form. Tin(IV) oxide is insoluble in 
water. It is sold as ‘putty powder’ for 
polishing glass and metal. 


tin(III) sulphide (SnS) A grey solid 
that can be prepared from tin and 
sulphur. Above 265°C tin(II) sulphide 
slowly turns into tin(IV) sulphide and 
tin: 
2SnS(s) — SnSx(s) + Sn(s) 


tin(IV) sulphide (SnS;) A yellowish 
solid that can be precipitated by reacting 
hydrogen sulphide with a solution of a 
soluble tin(IV) salt. A crystalline form 
sometimes known as mosaic gold is 
obtained by heating a mixture of tin 
filings, sulphur. and ammonium chlor- 
ide. Tin(IV) sulphide is used as a 
pigment. 


titanium A transition metal that occurs 
in various ores as titanium(IV) oxide 
and also in combination with iron and 
oxygen. It is extracted by conversion of 
titanium(IV) oxide to the chloride, 
which is reduced to the metal by heating 
with sodium. Titanium is reactive at 
high temperatures. It is used in the 
aerospace industry as it is strong. 
resistant tp corrosion, and has a low 
density. It forms compounds wita 
oxidation states +4, +3, and +2. the 
+4 state being the most stable. 


titanium 


Symbol: fi; m.p. 1680"C; b.p. 3280°C: 
r d. 4.5; p.n. 22; r.a.m. 47.90. 


titanium(IV) chloride (titanium tetra- 
chloride, TiCl;) A volatile colourless 
liquid formed by heating titanium(IV ) 
oxide with carbon in a stream of dry 
chlorine at 700°C. The product is puri- 
fied by fractional distillation. Titan- 
ium(IV) chloride fumes in moist air 
forming the oxychlorides of titanium. It 
undergoes hydrolysis in water but this 
can be prevented by the presence of 
excess hydrochloric acid. Crystallization 
of such a solution gives crystals of the 
di- and pentahydrates. Titanium(IV ) 
chloride is ‘used in the preparation of 
pure titanium and as an intermediate in 


the production of titanium compounds 
from minerals. 


titanium(IV ) Oxide (titanium dioxide, 
TiO;) A white ionic solid that occurs 
naturally in three Crystalline forms: 
rutile (tetragonal ), brookite ( orthorhom- 
bic), and anatase (tetragonal). It reacts 
slowly with acids and is attacked by the 
halogens at high temperatures. On 
heating it decomposes to give titan- 
ium(IHII) oxide and oxygen. Titan- 
ium(IV) oxide is amphoteric; it is used 
as a white pigment. *With hot concen- 
trated sulphuric acid, it forms titanyl 
sulphate, TiOSO,. When fused with 
alkalis, it forms titanates. 


titrant See titration. 


titration A procedure in volumetric 
analysis in which a solution of known 
concentration (called the titrant) is 
added to a solution of unknown concen- 
tration from a burette until the 
equivalence point or end point of the 


titration is reached. See volumetric 
analysis. 


TNT See trinitrotoluene. 


Tollen's reagent tA solution Of the 
complex ion Ag(NH,),+ Produced by 
precipitation of silver oxide ftom Silver 
nitrate with a few drops of sodiuin 
hydroxide solution, and subsequent 
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dissolution of the silver oxide in aqueous 
ammonia. Tollen’s reagent is used in the 
'silver-mirror test’ for aldehydes, where 
the Ag* ion is reduced to silver metal. 
It is also a test for alkynes with a triple 
bond in the l-position. A yellow 
precipitate of silver carbide is formed in 
this case. 
RCCH + Ag* > RCC-Ag* + H+ 

See also silver-mirror test. 


toluene See methylbenzene. 


tonne (metric ton) Symbol: t A unit of 
mass equal to 10? kilograms (i.e. one 
megagram ). 


torr +A unit of pressure equal to a 
pressure of 101 325/760 pascals (133.322 
Pa). It is equal to the mmHg. 


tracer An isotope of an element used to 
investigate chemical reactions or physi- 


cal processes (e.g. diffusion). See 
isotope. 


trans- Designating an isomer with groups 


that are on Opposite sides of a bond or 
Structure. See isomerism. 


transition elements 
Occurring in the 
series: from sca 
yttrium to cad 
thanum to m 
elements are al 


A class of elements 
Periodic table in three 
ndium to zinc; from 
mium; and from lan- 
€rcury. The transition 
l metals. They owe their 


In the first transition 
has the configuration 
next element Scandium 


the existence of d levels: 


(1) They have vari 


able valences — i.e. 
they can f 


orm compounds With the metal 


© Presence of d electrons: 


in different oxidation states (Fe^* and 
Fe'*. etc.) 

5 ; ; 

(2) They form a vast number of inor- 
ganic complexes, in which coordinate 
bonds are formed to the metal atom or 
ion. 

(3) Compounds of transition elements 
are often coloured. 

(4) *Because of the unpaired electrons 
In d levels of many complexes, tran- 
sILion-metal compounds are often 
coloured. 

See also metals, *d-block. lanthanoids. 
ZINC group. 


transition state (activated complex) 
Symbol: t A short-lived high-energy 
molecule, radical, or ion formed during 
à reaction between molecules possessing 
the necessary activation energy. The 
transition state decomposes at a definite 
rate to yield either the reactants again or 
the final products. The transition state 
càn be considered to be at the top of the 
energy profile. 

For the reaction. 

Xd YZ x Aces Y vi Leary E NA 
the sequence of events is as follows. X 
approaches YZ and when it is close 
enough the electrons are rearranged 
Eee a weakening of the bond 
‘ necs M and Z. A partial bond is now 
is etween X and Y producing the 

SMOD state. Depending on the 
Jherimental conditions, the transition 
ate either breaks down to form the 
Products or reverts back to the reactants. 


"roin temperature A temperature 
T iae PIRE definite physical change 

urs In à substance. Examples of such 
transitions are change of state, change of 


Crystal struc 
rystal Structure, and change of magnetic 
ehaviour. 


tra d nee 
in nefation ^ change of one element 
© another by radioactive decay or by 


b : 2 
Ombardment of the nuclei with parti- 
cles. 4 


trane 

Ey od number Symbol: t In an 

io te. the transport number of an 
Vis the fraction of the total charge 


trichloroethane 


carried by that type of ion in conduc- 
tion. 


transuranic elements +Those elements 
of the actinoid series that have higher 
atomic numbers than uranium. The 
transuranic elements are formed by 
adding neutrons to the lower actinoids 
by high-energy bombardment and they 
generally have such short half-lives that 
macroscopic isolation is impossible. 
Neptunium and plutonium are formed 
in trace quantities by natural neutron 
bombardment from spontaneous fission 
of ?'*U. There has been a considerable. 
amount of speculation about other 
‘islands of stability’ at much higher mass 
numbers, as high as 184, and the possible 
existence of a 'super-actinoid' series. 


triatomic Denoting a molecule, radica!, 
or ion consisting of three atoms. For 
example, O; and H;O are triatomic 


molecules. 


tribromomethane (bromoform. CHBr:) 
*A colourless liquid compound. See 
haloform. 


trichloroacetic acid +See chloroethanoic 
acid. 


trichloroethanal (chloral, CCl,CHO) 
+A colourless liquid aldehyde made by 
chlorinating ethanal. It was used to 
make the insecticide DDT. It can be 
hydrolysed to 2,2,2-trichloroethanediol 
(chloral hydrate, CCI;:CH(OH );). Nor- 
mally, compounds with two -OH groups 
on the same carbon atom are unstable 
However, in this case the effect of the 
three chlorine atoms stabilizes the 
compound. It is used as a sedative. 


trichloroethane (chloroform, CHCl:) A 
colourless volatile liquid formerlv used 
as an anaesthetic. Now its main use is as 
a solvent and raw material for making 
other chlorinated compounds. *Tri- 
chloroethane is made by reacting 
ethanal. ethanol. or propanone with 


chlorinated lime. 


2,2,2-trichloroethanediol 


2,2,2-trichloroethanediol +See trich- 
loroethanal. 


trichloroethanoic acid +See chloroe- 
thanoic acid. 


triclinic crystal See crystal system. 
trigonal bipyramid +See complex. 


triglyceride +A glyceride in which esters 
are formed with all three -OH groups. 
See glyceride. 


trigonal crystal See crystal system. 


trihydrate A crystalline hydrated com- 
Pound that contains three molecules of 


water of crystallization per molecule of 
compound. 


trihydric alcohol *See triol. 


triiodomethane (iodoform, CHI;) +A 
yellow crystalline compound made by 
warming ethanal with ^ an alkaline 
solution of an iodide: 
CH;CHO + 31- + 40H- ., 
CHI; + HCOO- + 3H;0 
The reaction also occurs with all ketones 
of general formula CH;COR (R is an 
alkyl group) and with secondary 
alcohols CH;CH(OH)R. Iodoform is 


used as a test for such reactions (the 
iodoform reaction). 


triiron tetroxide (ferrosoferric Oxide, 
magnetic iron oxide, FeO.) A black 
solid prepared by Passing either steam 
or carbon dioxide over red-hot iron. It 
may also be prepared by passing steam 
over heated iron(II) sulphide. Triiron 
tetroxide occurs in nature as the mineral 
magnetite. It is insoluble in water but 
will dissolve in acids to give a mixture 
of iron(II) and iron( 


III) salts in the 
ratio 1:2. Generally it is chemically 


unreactive; it is, however, a fairly good 
conductor of electricity. 
trimer A molecule (or compound) 


formed by addition of thr 


ee identical 
molecules. See ethanol, methanol. 


trimethylaluminium (aluminium tri- 
methyl, (CH;3)Al) A colourless liquid 
produced by the sodium reduction of 
dimethyl aluminium chloride. It ignites 
spontaneously on contact with air and 
reacts violently with water, acids, halo- 
gens, alcohols, and amines. Aluminium 
alkyls are used in the Ziegler process for 


the manufacture of high-density poly- 
ethene. 


trimolecular Describing a reaction or 
step that involves three molecules 
interacting simultaneously with the 
formation of a product. For example, 
the final step in reaction between 
hydrogen peroxide and acidified potas- 
sium iodide is trimolecular: 

HOI + H* + LD—L-HjO 
*It is uncommon for reactions to take 
place involving trimolecular steps, The 
oxidation of nitrogen(II) oxide to nitro- 
gen(IV) oxide, 
2NO + 0,4 2NO; 

is often Classified as a 
reaction but man 
two bimolecular 


trimolecular 
y believe it to involve 
reactions. 


trinitrotoluene (TNT, CH;CLH4(NO;))) 
^ yellow crystalline solid. It is a highly 
unstable substance, used as an explosive. 
The compound is made by nitrating 


methylbenzene and the nitro groups are 
in the 2, 


4, and 6 positions. 


triol (trihydric alcohol) tAn alcohol that 
has three hydroxyl groups (-OH) per 
molecule of compound. 

trioxygen See ozone, 


triple bond A covalent bond formed 


two pi bonds, [t 
Tepresented as three li; 


H. See multiple bond, 


is conventionally 
nes, thus H-C=C- 


triple point +The only point at which the 
Bas. solid, and liquid phases of à 
Substance can coexist in equilibrium. 
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The triple point of water (273.16 K at 
101 325 Pa) is used to define the kelvin. 


trisodium phosphate(V) (sodium or- 
thophosphate, Na;PO;) A white solid 
?repared by adding sodium hydroxide to 
disodium hydrogenphosphate. On eva- 
poration white hexagonal crystals of the 
dodecahydrate (Na:PO,.12H:O) are 
obtained. These crystals do not effloresce 
or deliquesce. They dissolve readily in 
water to produce alkaline solutions 
Owing to salt hydrolysis. Trisodium 

* Phosphate is used as a water softener. 


tritiated compound +A compound in 
Which one or more 'H atoms have been 
replaced by tritium ( 'H) atoms. 


tritium Symbol: T A radioactive isotope 
Of hydrogen of mass number 3. The 
nucleus contains 1 proton and 2 
neutrons. Tritium decays with emission 
of low-energy beta radiation to give 
He. The half-life is 12.3 years. It is 
useful as a tracer in studies of chemical 
reactions. Compounds in which *H 
atoms replace the usual 'H atoms are 
Said to be tritiated. 


trivalent (tervalent) Having a valence of 
three, 


ropylium ion +The positive ion C.H: *, 
laving a symmetrical seven-membered 
Ting of carbon atoms. The tropylium ion 


ri 1 s i i 
ing shows non-benzenoid aromatic 
Properties. 


tryptophan +See amino acids. 


tungsten A transition metal occurring 
naturally in wolframite ((Fe,Mn)WO:) 
and scheelite (CaWO,). It was formerly 
called wolfram. It is used as the filaments 
in electric lamps. 
Symbol: W; m.p. 3380°C; b.p. 5530°C; 
T.d. 9.3; p.n. 74; r.a.m. 183.85. 


tungsten carbide (WC and WC) Either 
of two carbides produced by heating 
Powdered tungsten with carbon. The 
carhides are extremely strong and are 
used in industry to make cutting tools or 


unimolecular 


as an abrasive. 7WC has a very high 
melting point (2770°C) and will conduct 
electricity. W2C also has a very high 
melting point (2780°C) but is a less 
efficient conductor of electricity. It is 
very resistant to chemical attack and 
behaves in a manner very similar to that 
of tungsten. It is strongly attacked by 
chlorine to give tungsten hexachloride, 
WC. 


tyrosine +See amino acids. 


ultracentrifuge A high-speed centrifuge 
used for separating out very small parti- 
cles. The sedimentation rate depends on 
the particle size, and the ultracentrifuge 
can be used to measure the mass of 
colloidal particles and large molecules 
(e.g. proteins). 


ultrahigh vacuum See vacuum. 


ultraviolet (UV) A form of electromag- 
netic radiation, shorter in wavelength 
than visible light. Ultraviolet waveleng- 
ths range between about 1 nm and 400 
nm. Ordinary glasses are not transparent 
to these waves; quartz is a much more 
effective material for making lenses and 
prisms for use with ultraviolet. Like 
light, ultraviolet radiation is produced 
by electronic transitions between the 
outer energy levels of atoms. However, 
having à higher frequency, ultraviolet 
photons carry more energy than those of 


light and can induce photolysis of 
compounds. See also electromagnetic 
radiation. 


unimolecular Describing a reaction (or 
step) in which only one molecule is 


involved. For example, radioactive 
decay is a unimolecular reaction: 
Ra>Rn+a 
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unit 


Only one atom is involved in each 
disintegration. v 
*In a unimolecular chemical reaction, 
the molecule acquires the necessary 
energy to become activated and then 
decomposes. The majority of reactions 
involve only uni- or bimolecular steps. 
The following reactions are all unimole- 
cular: 
N:0, — 2NO; 
PCI. — PCh + Cl; 
CHCH;CI ^ C;H, + HCI 


unit A reference value of a quantity used 
to express other values of the same 
quantity, See also SI units, 


unit cell The smallest group of atoms, 
ions, or molecules that, when repeated 
at regular intervals in three dimensions, 
will produce the lattice Of a crystal 
System. *There are seven basic lypes of 
unit cells, which result in the seven 
crystal systems. 


unit processes (chemical conversions) 
The recognized steps used in chemical 
processes, e.g. alkylation, distillation, 
hydrogenation, Pyrolysis, and nitration. 
Industrial Processing and the economics, 
design, and use of the equipment are 
based on these unit Processes rather 
than consideration of each reaction 
separately. 


univalent (monovalent) Having a valence 
of one. 


universal indicator (multiple-range 
indicator) A mixture of indicator 
dyestuffs that shows a gradual change in 
colour over a wide pH range. A typical 
formulation contains methyl orange, 
methyl red, bromothymol blue, and 
phenolphthalein and changes through a 
red, orange, yellow, Breen, blue, and 
violet sequence between pH 3 and pH 
10. Several commercial Preparations are 
available as both solutions and test 
papers. 


unsaturated compound An organic 
compound that contains at least one 
double or triple bond between two of its 


carbon atoms. +The multiple bond is 
relatively weak; consequently unsa- 
turated compounds readily undergo 
addition reactions to form single bonds. 
Compare saturated compound. 


unsaturated solution See saturated 


solution, 
unsaturated vapour See saturated 
vapour, 
uranium A toxic radioactive silvery 


element of the actinoid series of metals, 
Its three naturally occurring radioisoto- 
pes, uranium-238 (99.2835, in abun- 
dance), uranium-235 (0.711%), and 
uranium-234 (0.005%), are found in 
numerous minerals including the uran- 
jum oxides pitchblende, uraninite, and 
carnotite, The readily fissionable ?'*U is 
a major nuclear fuel and nuclear 
explosive, while RPL iste source of 
fissionable plutonium-239.. 
Symbol: U; m.p. 1132°C; b.p. 3818*C; 
r.d. 18,95; p.n. 92: ra.m, 238.03, 


uranium hexafluoride 
talline volatile compound, used 'in 
Separating uranium isotopes by differen- 
Ces in the rates of Bas diffusion, 


(UFs) +A crys- 


metabolism in many 
present in urine, 


vacancy +See defect, 


vacuum A space containing gas below 
atmospheric Pressure, A perfect vacuum 
Contains no matte; 


i T at all, but for practi- 
cal purposes soft (low) vacuum is 
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usually defined as down to about 10-2 
pascal, and hard ( high) vacuum as below 
this. Ultrahigh vacuum is lower than 
107 pascal. 


vacuum distillation The distillation of 

liquids under a reduced pressure, so that 
the boiling point is lowered. Vacuum 
distillation is a common laboratory 
technique for purifying or separating 
unstable compounds (ie. ones that 
would decompose at their ‘normal’ 
boiling point. 


valence (valency) The combining power 
of an element or radical, equal to the 
Number of hydrogen atoms that will 
combine with or displace one atom of 
the clement. For simple covalent mole- 
cules the valence is obtained directly, 
for example C in CH, is tetravalent; N 
Hl NH; is trivalent, For ions the valence 
15 regarded as equivalent to the magni- 
mde of the charge; for example Ca?* is 
Walent, CO,?- is a divalent radical. The 
RORIS Bases are zero-valent because they 
Eid e form compounds under normal 
E tions, As the valence for many 
í “ments is constant, the valence of 
ks elements can be deduced without 
Regence to compounds formed with 
oh rogen. Thus, as the valence of 
3 orine in HCl is 1, the valence of 
aluminium in AICl, is 3; as oxygen is 
erae (H20) silicon in SiO; is 
an. lenti The product of the valence 
in the number of atoms of each element 
M forroun must be equal. For 
MP e, in AkO; for the two aluminium 
(m m (valence 3) the product is 6 and 
‘a ie three oxygen atoms (valence 2) 
€ product is also 6, 
deed valence of an element is generally 
ERE [o either the number of valence 
a Ons or cight minus the number of 
nce electrons, Transition metal ions 
ISplay variable valence. 


Valence 
ence electron An outer electron in 


an at c ici i 
E atom that can Participate in forming 
*mical bonds, 


Yalency e 
lency Sec valence, 


van der Waals force 
valeric acid +See pentanoic acid. 


valine +See amino acids. 


vanadium A transition element occurring 
in complex ores in small quantities, It is 
used in alloy steels. Vanadium forms 
compounds with oxidation states +5, 
+4, +3, and +2. It forms coloured 
ions. 
Symbol V; m.p. 1920"C; b.p. 3380°C: 
r.d. 6.1; p.n. 23; r.a.m, 50.94, 


vanadium(V) oxide (vanadium pen- 
toxide, V:Ox) An oxide of vanadium 
extensively used as a catalyst in 
Oxidation processes, as in the contact 
process. 


van der Waals equation An equation 
of state for real gases. For one mole of 
gas the equation is 

(P + a/ Vin?) Va - b) = RT 

where p is the pressure, Vm the molar 
volume, and T the thermodynamic 
temperature. a and b are constants for a 
given substance and R is the gas 
constant. The equation gives a better 
description of the behaviour of real 
gases than the perfect gas equation (pV, 
= RT). 
*The equation contains two corrections: 
b is a correction for the non-negligible 
size of the molecules; a/ Vm? corrects for 
the fact that there are attractive forces 
between the molecules, thus slightly 
reducing the pressure from that of an 
ideal gas. See also gas laws, kinetic 
theory. 


van der Waals force An intermolecular 
force of attraction, considerably weaker 
than chemical bonds and arising from 
weak electrostatic interactions between 
molecules (the energies are often less 
than I J mol !). P 
+The van der Waals interaction contains 
contributions from three effects: per- 
manent dipole-dipole interactions found 
for any polar molecule: dipole-induced 
dipole interactions, where one dipole 
causes a slight charge separation in 
bonds that have a high polarizability: 
and dispersion forces, which result from 


van't Hoff factor 


temporary polarity arising from asym- 
metrical distribution of electrons around 
the nucleus. Even atoms of the noble 
gases exhibit dispersion forces. 


van't Hoff factor Symbol: i The ratio of 
the number of particles present in a 
solution to the number of undissociated 
molecules added. It is used in studies of 
colligative Properties, which depend on 
the number of entities present. For 
example, if n moles of a compound are 
dissolved and dissociation into ions 
Occurs, then the number of particles 
present will be in. Osmotic pressure 
(II), for instance will be given by the 
equation 

TV = inRT 


van't Hoff isochore +The equation: 
(dlog.K)/dT — AH/RT? 
showing how the equilibrium constant 
K, of a reaction varies with ther- 
modynamic temperature, T. AH is the 
enthalpy of reaction. 


vaporization The process by which a 
liquid or solid is converted into a gas or 
vapour by heat. Unlike boiling, which 
Occurs at a fixed temperature, vaporiza- 
lion can occur at any temperature, Its 
rate increases as the temperature rises. 


vapour A gas formed by the vaporization 
of a solid or liquid. Some particles near 
the surface of a liquid acquire sufficient 
energy in collisions with other particles 
to escape from the liquid and enter the 
vapour; some particles in the vapour 
lose energy in collisions and re-enter the 
liquid. At a given lemperature an 
equilibrium is established, which deter- 
mines the vapour pressure of the liquid 
at that temperature. 


vapour density The ratio of the mass of 
à certain volume of a vapour to the 
mass of an equal volume of hydrogen 
(measured at the same temperature and 
pressure). Determination of vapour 
densities is one method of finding the 
relative molecular mass of à compound 
(equal to twice the vapour density). 


Victor Meyer's method, Dumas' method, 
or Hofmann's method can be used. 


vapour pressure The pressure exerted 
by a vapour. The saturated vapour 
pressure is the pressure of a vapour in 
equilibrium with its liquid or solid. It 
depends on the nature of the liquid or 
Solid and the temperature. 


vat dyes tA class of insoluble dyes 
applied by first reducing them to 
derivatives that are soluble in dilute 
alkali. In this condition they have a 
great attraction for certain fibres, such 
as cotton. The solution is applied to the 
Material and the insoluble dye is 
Tegenerated in the fibres by atmospheric 


oxidation, Indigo and indanthrene are 
examples of vat dyes. 


vermilion Sec mercury(11) sulphide. 


vicinal positions TPositions in a mole- 
cule at adjacent atoms, For example, in 
1,2-dichloroethane the chlorine atoms 


are in vicinal Positions, 


measured, In prac 
bath is connected 


to a water-bath 


gement, is brought to 


sample is then added 


the vapour pressure of water is necessary 
and the method may fail if the vapour is 


soluble in water, See also Dumas’ 
method, Hofmann's method. 


vinyl chloride See chloroethene, 
vinyl group The Eroup CH;:CH-. 


vitreous Resemblin, 


8 glass, or having the 
structure of a glass 


volatile Easily converted into a vapour. 
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volt Symbol: V The SI unit of electrical 
potential, potential difference, and e.m.f., 
defined as the potential difference 
between two points in a circuit between 
which a constant current of one ampere 
flows when the power dissipated is one 
watt. 1V = 1JC-. 


Voltaic cell See cell. 


voltameter (coulombmeter) A device for 
determining electric charge or electric 
Current using electrolysis. The mass m 
of material released is measured and this 
can be used to calculate the charge (Q) 
and the current (J) from the electro- 
Chemical equivalent of the element, 
using Q = m/zor I = m/zt. 


volumetric analysis One of the classical 
Wet methods of quantitative analysis. It 
involves measuring the volume of a 
solution of accurately known concen- 
tration that is required to react with a 
Solution of the substance being deter- 
mined. The solution of known concen- 
tration (standard solution) is added in 
Small portions from a burette. The 
Process is called a titration and the 
equivalence point is called the end point. 
End points are observed with the aid of 
indicators or by instrumental methods, 
such as conduction or light absorption. 
Volumetric analysis can also be applied 
to gases. The gas is typically held over 
mercury in a graduated tube, and volume 
changes are measured on reaction or 


after absorption of components of a 
mixture. 


vulcanization A process of improving 
the quality of rubber (hardness and 
resistance to temperature changes) by 
heating it with sulphur (about 150°C). 
Accelerators are used to speed up the 
reaction. Certain sulphur compounds 
can also be used for vulcanization. 


219 


water 


W 


Wacker process An industrial process 
for making ethanal (and other carbonyl 
compounds). To produce ethanal, ethene 
and air are bubbled through an acid 
solution of palladium(II) chloride and 
copper(II) chloride (20-60°C and 
moderate pressure): 

CH, + Pd?* + O, + CH;CHO + Pd 
+ 2H* 
The reaction involves an intermediate 
complex between palladium(II) ions 
and ethene. The purpose of the 
copper(II) chloride is to oxidize the 
palladium back to Pd?* ions: 

Pd + 2Cu?* > Pd?* + 2Cu* 
The copper(I) ions spontaneously 
oxidize to copper(II) ions in air. The 
process provides a cheap source’ of 
ethanal (and, by oxidation, ethanoic 
acid) from the readily available ethene. 


Walden inversion tA reaction in which 
an optically active compound reacts to 
give an optically active product in which 
the configuration has been inverted. 
This happens in the Sy2 mechanism. 
See nucleophilic substitution. 


washing soda See sodium carbonate. 


water (H;O) A colourless liquid that 
freezes at 0°C and, at atmospheric 
pressure, boils at 100°C. In the gaseous 
state water consists of single H;O 
molecules. The atoms do not lie in a 
straight line, the angle between the 
central oxygen atom and the two hydro- 
gen atoms being 105°; the distance 
between each hydrogen atom and the 
oxygen atom is 0.099 nm. When ice 
forms, hydrogen bonds some 0.177 nm 
long develop between the hydrogen atom 
and oxygen atoms in adjacent molecules, 
giving ice its tetrahedral crystalline 
structure with a density of 916.8 kg m^ 
at STP. Different ice structures develop 
under higher pressures. When ice melts 
to form liquid water, the tetrahedral 


water gas 


structure breaks down, but some hydro- 
gen bonds continue to exist; liquid water 
consists of groups of associated water 
molecules, (H;O),, mixed with some 
monomers and some dimers. This 
mixture of molecular Species has a 
higher density than the Open-structured 
crystals. The maximum density of water, 
999.97 kg m^, occurs at 3.98*C. This 
accounts for the ability of ice to float on 
water and for the fact that water pipes 
burst on freezing. 

Although water is predominantly a 
covalent compound, a very small 
amount of ionic dissociation Occurs 
(H:O = Ht + OH’). In every litre of 
water at STP there are approximately 
10°’ moles of each ionic species. It is for 
this reason that, on the PH scale, a 
neutral solution has a value of 7; 

As a polar liquid, water is the most 
Powerful solvent known. This is partly a 
result of its high dielectric constant and 
partly its ability to hydrate ions. This 
latter Property also accounts for the 
incorporation of water molecules into 
some ionic crystals as water of crystal- 
lization. 
Water is decomposed by reactive metals 
(e.g. sodium) when cold and by less 
active metals (e.g. iron) when steam is 
passed over the hot metal. It is also 
decomposed by electrolysis. 


water gas A mixture of carbon monoxide 
and hydrogen produced when steam is 
passed over red-hot coke or made to 
combine with hydrocarbons, e.g. 
C(s) + H30(g) + CO(g) + Hg) 
CH.(g) + H20(g) 5 CO(g) + 3H(g) 
The production of water gas using 
methane is an important Step in the 
preparation of hydrogen for ammonia 
synthesis. Compare producer gas. 


water of crystallization Water present 

in definite Proportions in crystalline 
compounds. Compounds containing 
water of crystallization are called 
hydrates. Examples are copper(II) 
sulphate pentahydrate (CuSO,.5H;0) 
and sodium carbonate decahydrate 
(Na;CO;.10H;O). The water can be 
removed by heating. 


TWhen hydrated crystals are heated the 
water molecules may be lost in stages. 
For example, Copper(II) sulphate 
pentahydrate changes to the monohy- 
drate (CuSO,.H,0) at 100°C, and to the 
anhydrous salt (CuSO,) at 250°C. The 
water molecules in crystalline hydrates 
may be held by hydrogen bonds (as in 
CuSO,.H,0) or, alternatively, may be 
coordinated to the metal ion as a 
complex aquo ion. 


water softening The removal from water 
of dissolved calcium, magnesium, and 
iron compounds, thus Teducing the 
hardness of the water. The compounds 
are potentially damaging because they 
can accumulate in Pipes and boilers and 
they react with, and therefore waste, 
soap. Temporary hardness can be 
removed by boiling the water, Per- 
manent hardness can be removed in a 
number of ways; by distillation; by the 
addition of sodium carbonate, which 
causes dissolved calcium, for example, 
lo precipitate out as calcium carbonate; 
and by the use of ion-exchange products 
such as Permutit and Calgon. See also 
hardness (of water). 


watt Symbol: W The SI unit of power, 


defined as a Power of one joule per 
second. 1 W = | J s~, 


wavelength Symbol: 
tween the ends of one complete cycle 
of a wave, Wavelength is related to the 
speed (c) and frequency (x) thus: 
c= 


^ The distance 


wave mechanics +See quantum theory, 


o fThe reciprocal 
a wave. It is the 


Spectroscopy. The 
7"). The circular 
k) is given by: 


= 270 


weak acid (or base 


b ) An acid or base that 
is not fully dissoci 


ated in solution. 


weber Symbol: Wb +The SI unit of 
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magnetic flux, equal to the magnetic 
flux that, linking a circuit of one turn, 
Produces an e.m.f. of one volt when 


Teduced to zero at a uniform rate in one 
second. 1 Wb = 1 V s, 


Weston cadmium cell +A standard cell 
that produces a constant e.m.f. of 1.0186 
Volts at 20°C, It consists of an H-shaped 
Blass vessel containing a negative 
cadmium-mercury amalgam electrode 
in one leg and a positive mercury 
electrode in the other. The electrolyte 
— Saturated cadmium sulphate solution 
— fills the horizontal bar of the vessel 
to connect the two electrodes. The e.m.f. 
Of the cell varies very little with 
temperature, being given by the equation 
E = 1.0186 - 0.000 037 (T - 293), whére 
T is the thermodynamic temperature. 


Wet cell A type of cell, such as a car 
"Mery, in which the electrolyte is a 
liquid solution, See also Leclanché cell. 


White lead See lead(II) carbonate 
hydroxide. 

Williamson's continuous process +A 
Method of Preparing simple ethers by 
dehydration of alcohols with concen- 
trated sulphuric acid. The reaction is 
Carried out at 140°C under reflux with 
an excess of the alcohol: 

2ROH 5 ROR + H,0 
€ concentrated sulphuric acid both 
Catalyses the reaction and displaces the 
equilibrium to the right. The product, 
ether, is termed ‘simple’, because the R 
Broups are identical. 


Williamson's Synthesis +A method for 
the preparation of mixed ethers by 
nucleophilic substitution. A haloalkane 
I5 refluxed with an alcoholic solution of 
Sodium alkoxide (from Sodium dissolved 
In alcohol): 

R'CI + RO-Na* > R'OR * NaCl 
€ product ether is termed 'mixed' if 
the alkyl groups R and R’ are different. 


is synthesis can produce both simple 
and mixed ethers. ; 
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Wurtz reaction 


witherite A mineral form of barium 
carbonate, BaCO;. 


Wöhler’s synthesis +A synthesis of urea 
from inorganic compounds (Friedrich 
Wöhler, 1828). The urea was produced 
by evaporating NH,NCO (ammonium ` 
cyanate). The experiment was important 
as it demonstrated that ‘organic’ chemi- 
cals (i.e. ones produced in living organ- 
isms) could be made from inorganic 
Starting materials. 


wolfram A former alternative name for 
tungsten. 


wood alcohol See methanol. 


Wood’s metal A fusible alloy containing 
50% bismuth, 25% lead, and 12.5% tin 
and cadmium. Its low melting point 
(70°C) leads to its use in fire-prot ction 
devices. 


wrought iron A low-carbon steel 
obtained by refining the iron produced 
in a blast furnace. Wrought iron is 
processed by heating and hammering to 
reduce the slag content and to ensure its 
even distribution. It was used to make 
the girders for the Eiffel tower, and is 
now used to make chains and fences. 


Wurtz reaction tA reaction for pre- 
paring alkanes by refluxing a haloalkane 
(RX) with sodium metal in dry ether: 

2RX + 2Na— RR + 2NaX 
The reaction involves the coupling of 
two alkyl radicals. The Fittig reaction is 
a similar process for preparing alkyl- 
benzene hydrocarbons by using a 
mixture of halogen compounds. For 
example, to obtain methylbenzene: 
CsHsCl + CH;Cl + 2Na > CsHsCH; 
+ 2NaCl 
In this mixed reaction phenylbenzene 
(CsHsC6Hs) and ethane (CH;CH;) are 
also produced by side reactions. 


xenon 


X 


xenon A colourless odourless monatomic 
element of the, Tare-gas group, now 
known to form compounds. It Occurs in 
trace amounts in air. Xenon is used in 
electron tubes and strobe lighting. 


Symbol: Xe; m.p. -111.9°C; b.p. 
~107.1°C; d. 5.89 kg m; p-n. 54; r.a.m. 
131.3. 


X-radiation An energetic form of elec- 

tromagnetic radiation. The wavelength 
range is 10*!! m to 10-5 m. X-rays are 
normally produced by absorbing high- 
energy electrons in matter. The radiation 
can pass through matter to some extent 
(hence its use in medicine and industry 
for investigating internal Structures). It 
can be detected with photographic 
emulsions and devices like the Geiger- 
Müller tube. 
TX-ray photons result from electronic 
transitions between the inner energy 
levels of atoms. When high-energy 
electrons are absorbed by matter, an X- 
ray line spectrum results. The structure 
depends on the substance and is thus 
used in X-ray Spectroscopy. The line 
spectrum is always formed in con- 
junction with a continuous background 
spectrum. The minimum (cut-off) 
wavelength Ag corresponds to the maxi- 
mum X-ray energy, Wma. This equals 
the maximum energy of electrons in the 
beam producing the X-rays. Waveleng- 
ths in the continuous spectrum above A; 
are caused by more gradual energy loss 
by the electrons, in the process called 
bremsstrahlung (braking radiation ys 


X-ray crystallography The study of the 
internal structure of crystals using the 
technique of X-ray diffraction. 


X-ray diffraction A technique used to 
determine crystal structure by directing 
X-rays at the crystals and examining the 
diffraction patterns Produced. At certain 
angles of incidenée a series of spots are 


produced on a photographic plate; these 
spots are caused by interaction between 
the X-rays and the Planes of the atoms, 
ions, or molecules in the crystal lattice. 
+The positions of the spots can be shown 


to be consistent with the Bragg equation 
ny = 2dsind. 


xylene See dimethylbenzene, 


Y 


ytterbium A soft malleable silvery 
element having two allotropes and 
belonging to the lanthanoid series of 
metals, It occurs in association with 
other lanthanoids. Ytterbium has been 
used to improve the mechanical proper- 
ties of steel, 
Symbol: Yb; m.p. 819°C; b.p. 1194°C; 
r.d. 6.97 or 6.54; p.n. 70; r.a.m. 173.04. 
yttrium A silvery metallic element belon- 
ging to the second transition series. It is 
found in almost every lanthanoid 
mineral, particularly monazite. Yttrium 
is used in various alloys, in yttrium- 
aluminium Barnets used in the elec- 
tronics industry and as gemstones, and 
as a catalyst. A mixture of yttrium and 
europium oxides is widely used as the 
red phosphor on television screens. 
Symbol: Y; m.p. 1523°C; b.p. 3337°C; 
r.d. 4.47; p.n. 39; T.a.m. 8891, 


Zeisel reaction TThe reaction of an 


ether with excess concentrated hydroio- 
dic acid. On refluxing, a mixture of 
iodoalkanes is formed: 


ROR’ + 2HI >HL0+ RI + RI 


222 


Analysis of these gives information 
about the structure of the original ether. 


zeolite A member of a group of hydrated 
aluminosilicate minerals, which occur in 
nature and are also manufactured for 
their ion-exchange properties. They are 
used for water softening and for sugar 
Tefining. +The zeolites have an open 
Crystal structure and can be used as 
molecular sieves. 
See also ion exchange, tmolecular sieve. 


zero order Describing a chemical reac- 
tion in which the rate of reaction is 
independent of the concentration of a 
Teactant; i.e. 

rate = [X]? 

The concentration of the reactant 
Temains constant for a period of time 
although other reactants are being 
consumed. +The hydrolysis of 2-bro- 
mo-2-methyl propane using aqueous 
alkali has a rate expression, 
rate = k{2-bromo-2-methyl propane] 
Le. the reaction is zero order with respect 
to the concentration of the alkali. The 
Tate constant for a zero reaction has the 
units mol dm? s:!, 


Zero point energy The energy possessed 
Y the atoms and molecules of a 
Substance at absolute zero (0 K). 


Ziegler process tA method for the 
manufacture of high-density polyethene 
using a catalyst of titanium(IV) chloride 
and triethyl aluminium (AI(C3Hs):) 
under slight pressure. The mechanism 
involves formation of titanium alkyls 

. TiCl(C;H;) 
Which coordinate the o-orbitals of titan- 
lum with the z bond of ethene. The 
Chain-length, and hence the density, of 
the polymer can be controlled. 


Zine A transition metal occurring 
naturally as the sulphide (zinc blende) 
and carbonate (smithsonite). It is 
extracted by roasting the ore in air and 
then reducing the oxide to the metal 
using Carbon. Zinc is used to galvanize 
Iron, in alloys (e.g. brass), and in dry 

atteries. It reacts with acids and alkalis 


zinc group 


but only corrodes on the surface in air. 
Zinc ions are identified in solution by 
forming white precipitates with sodium 
hydroxide or ammonia solution, both 
Precipitates being soluble in excess 
reagent. 

Symbol: Zn; m.p. 420°C; b.p. 908°C; 
r.d. 7.1; p.n. 30; r.a.m. 65.38. 


zincate A salt containing the ion ZnO;?. 


zinc-blende structure +A form of crystal 
structure that consists of a zinc atom 
surrounded by four sulphur atoms arran- 
ged tetrahedrally; each sulphur atom is 
similarly surrounded by four atoms of 
zinc. Zinc sulphide crystallizes in the 
cubic system. Covalent bonds of equal 
strength and length result in the 
formation of a giant molecular struc- 
ture. If the zinc and sulphur atoms are 
replaced by carbon atoms the diamond 
structure is produced. Wurtzite (another 
form of zinc sulphide) is similar but 
belongs to the hexagonal crystal system. 


zinc chloride (ZnCl;) A white crystalline 
solid prepared by the action of dry 
hydrogen chloride or chlorine on heated 
zinc. The anhydrous product undergoes 
sublimation. The hydrated salt may be 
prepared by the addition of excess zinc 
to dilute hydrochloric acid and crystal- 
lization of the solution. Hydrates with 4, 
3, 5/2, 3/2, and 1 molecule of water 
exist. Zinc chloride is extremely deli- 
quescent and dissolves easily in water. It 
is used in dentistry, Leclanché cells, as a 
flux, and as a dehydrating agent in 
organic reactions. 


zinc group tA group of metallic elements 
in the periodic table, consisting of zinc 
(Zn), cadmium (Cd), and mercury (Hg). 
The elements all occur at the end of the 
three transition series and all have outer 
d's? configurations; Zn [Ar]3d'°4s?, Cd 
[KrMd'?5s?, Hg [Xn]5d'°6s?, The 
elements all use only outer s-electrons 
in reaction and in combination with 
other elements unlike the coinage 
metals, which immediately precede 
them. Thus all form dipositive ions, and 
oxidation states higher than +2 are not 
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zinc oxide 


known. In addition mercury forms the 
mercurous ion, sometimes written as 
Hg(D), but actually the ion *Hg-Hg*. 
Although the elements fall naturally at 
the end of the transition series their 
properties are more like those of main- 
group elements than of transition metals: 
(1) The melting points of the transition 
elements are generally high whereas 
those of the zinc group are low (Zn 
419.5°C, Cd 329.99C, Hg -38.87°C), 

(2) The zinc-group ions are diamagnetic 
and colourless whereas most transition 
elements have coloured ions and many 
paramagnetic species, 
(3) The zinc group does not display the 
variable valency associated with tran- 
Sition metal ions. However the group 
does have the transition-like property of 
forming many complexes or coordina- 
tion compounds, €. [Zn(NH;)]?* and 
[Hg(CN)4]?-. 

Within the group, mercury is anomalous 
because of the Hg,?* ion mentioned 
above and its general resistance to 
reaction. Zinc and cadmium are electro- 
Positive and will react with dilute acids 
to release hydrogen whereas mercury 
will not. When zinc and cadmium are 
heated in air they burn to Bive the 
oxides, MO, which are stable to further 
strong heating. In contrast mercury does 
not react readily with oxygen (slow 
reaction at the boiling point), and 
mercuric oxide, HgO, decomposes to 
the metal and oxygen on further heating. 
All members of the group form dialkyls 
and diaryls, RM. 


zinc oxide (ZnO) A compound prepared 
by the thermal decomposition of zinc 
nitrate or carbonate; it is a white powder 
when cold, yellow when hot. Zinc oxide 
is an amphoteric oxide, almost insoluble 
in- water, but dissolves readily in both 
acids and alkalis. If mixed with 
powdered carbon and heated to red 
heat, it is' reduced to the metal. Zinc 
oxide is used in the paint and ceramic 
industries. Medically it is used in zinc 
ointment. 


zinc sulphate (ZnSO,) A white crystal- 
line solid prepared by the action of 
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dilute sulphuric acid on either zinc 
Oxide or zinc carbonate. On crystal- 
lization the hydrated salt is formed. The 
heptahydrate (ZnSO,.7H;O) is formed 
below 30°C, the hexahydrate (ZnSO,. 
6H;O) above 30°C, and the monohy- 
drate (ZnSO,.H,O) at 100°C; at 450°C 
the salt is anhydrous. Zinc sulphate is 
extremely soluble in water. It is used in 
the textile industry. 


zine sulphide (ZnS) A compound that 
can be prepared by direct combination 
of zinc and sulphur. Alternatively it can 
be prepared as a white amorphous 
Precipitate by bubbling hydrogen sul- 
phide through an alkaline solution of a 
zinc salt or by the addition of ammon- 
ium sulphide to a soluble zinc salt 
solution. Zinc sulphide occurs naturally 
as the mineral blende. It dissolves in 
dilute acids to yield hydrogen zulphide. 
Impure zinc sulphide is phosphorescent. 
It is used as a Pigment and in the 
coatings on luminescent Screens, 


Zircon See zirconium, 


zirconium A transition element that 
Occurs in a gemstone, zircon (ZrSiO,). 
It is used in some Strong alloy steels. 
Symbol: Zr; mp. 1850°C; b.p. 4380°C; 
r.d. 6.5; p.n. 40; r.am. 91.22. 


zwitterion (ampholyte ion) tAn ion that 


zwitterion 
h can be formed 
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The Chemical Elements 


'Relative atomic mass' in brackets is 
nucleon number of most stable isotope. 


Element * Symbol Proton No. Relative atomic 
mass 
actinium Ac 89 ; 1227] 
aluminium Al 13 26.9815 
americium Am 95 [243] 
m ? r Ue 
argon r A 
arsenic As 33 74.9216 
astatine At 85 [210] 
barium Ba 56 137.34 
berkelium Bk 97 1247] 
geryllium Be M hes 
ismuth Bi f 
z è E x 
romine Br s 
cadmium Cd 48 112.40 
: 05 
caesium Cs 55 eet 
calcium Ca 20 1251] 
Californium Cf 98 39911 
carbon c 6 z 
cn c x Ue 
chlorine cl 17 1.996 
pus e = 58.9332 
me co a 63.546 
Copper Cu 29 247] 
Hees em 162.50 
YYsprosium Dy 66 ji ] 
erbium 68 T 
Er y 
europium E 63 151.96 
fami u 1257] 
ermium Fm 100 
fluorine F 9 18.9984 
francium Fr 87 1223] 
gadolinium 64 157.25 
Gd 72 
gallium Ga 31 69. 
germanium Ge 32 72.59 
gold À 79 196.967 
hafnium dr 72 . 178.49 
helium He 2 4.0026 
holmium 164.930 
h Ho 67 
hydrogen H 1 1.00797 
indium \ 49 114.82 
iodine i, 53 126.9044 
iridium i 77 192.2 
i r 
mon Fe 26 55.847 
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The chemical elements continued 


Element 


krypton 
lanthanum 
lawrencium 
lead 
lithium 
lutetium 
magnesium 
manganese 
mendelevium 
mercury 
molybdenum 
neodymium 
neon 
neptunium 
nickel 
niobium 
nitrogen 
nobelium 
osmium 
oxygen 
palladium 
j»hosphorus 
xatinum 
plutonium 
polonium 
potassium 
praseodymium 
promethium 
protactinium 
radium 
radon 
rhenium 
rhodium 
rubidium 
ruthenium 
samarium 
scandium 
selenium 
silicon 
silver 
sodium 
strontium 
sulphur 
tantalum 
technetium 
tellurium 
terbium 


Symbol 


Kr 
La 
Lr 
Pb 
Li 
Lu 
Mg 
Mn 
Md 
Hg 
Mo 
Nd 
Ne 
Np 
Ni 
Nb 
N 
No 
Os 
o 
Pd 
P 
Pt 
Pu 
Po 
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Proton No. 


Relative atomic 
mass 
83.80 
138.91 
1257] 
207.19 
6.939 
174.97 
24.305 
54.938 
[258] 
200.59 
95.94 
144.24 
20.179 
1237] 
58.71 
92.906 
14.0067 
[255] 
190.2 
15.9994 
106.4 
30.9738 
195.08 
1244] 
[209] 
39.102 
140.907 
[145] 
1231] 
1226] 
1222] 
186.20 
102.905 
85.47 
101.07 
150.35 
44.956 
78.96 
28.086 
107.868 
22.9898 
87.62 
32.064 
180.948 
197] 
127.60 
158.924 


The chemical elements continued 


Element Symbol! Proton No. Relative atomic 

mass 
thallium TI 81 204.37 
thorium Th 90 232.038 
thulium Tm 69 168.934 
tin Sn. 50 118.69 
titanium Ti 22 47.90 
tungsten w 74 183.85 
uranium U 92 238.03 
vanadium V 23 50.942 
wolfram (tungsten) Ww 74 183.85 
xenon Xe 54 131.30 
ytterbium Yb 70 173.04 
yttrium Y 39 88.905 
zinc Zn 30 65.37 
zirconium zr 40 91.22 
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Quantity 

speed of light 

Planck constant 
Boltzmann constant 
Avogadro constant 

mass of proton 

mass of neutron 

massof electron 

charge of proton or electron 
specific charge of electron 
molar volume at s.t.p. 
Faraday constant 

triple pointof water 
absolute zero 

permittivity of vacuum 
permeability of vacuum 
Stefan constant 
molargas constant 
gravitational constant 


Physical Constants 


Magnitude 

2.997 925 x 10° 
6.626 196 x 10-* 
1.380 622 x 10-?? 
6.022 169 x 10% 
1.672 614 x 10-27 
1.674 920 x 10-27 
9.109 558 x 10-3" 
+1.602 191 7 x 10-19 
—1.758 796 x 10" 
2.24136 x 10-2 
9.648 670 x 10' 
273.16 H 
—273.15 

8.854 185 3 x 10-12 
4n x 1077 

5.669 61 x 10-8 
8.31434 

6.6732 x 109 


230 


Particle 
leptons 

electron 
neutrino 


muon 
baryons 
Proton 
neutron 
Xi particle 


Sigma particle 


lambda particle 


Omega particle 
mesons 
kaon 


Pion 
Phi particle 


PSi particle 
eta particle 


n itis common to measure the mass of particles in units of energy/c?, where c, is the 
ed of light. The values above are in units of MeV/c 


dof 


Elementary Particles 


Symbol 


e- 
v 


or 


D>MMMN MWS oD 


Charge 
-1 


o 
o 


Mass 


0.511 
o 

ie} 
105.66 


938.26 
939.55 
1314.9 
1321.3 
1189.5 
1192.5 
1197.4 
1115.5 
1672.5 


493.8 
493.8 
139.6 
135 

139.6 
1020 
3095 
548.8 


2.1 MeV/c?=178x 10 ??kg. 


The Greek Alphabet 


Letters 


Z»X-OorNmbpAop» 


O€X69-«-Mwcoa3omuz 


? 


EENG < 4 Q04 over >R = ODNOAO< DO 


Name 


alpha 
beta 
gamma 
delta 
epsilon 
zeta 
eta 
theta 
iota 
kappa 
lambda 
mu 

nu 

xi 
omicron 


upsilon 
phi 
Chi 
psi 
omega 


The Periodic Table 
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Key Facts Educational Aids 


KEY FACTS CARDS 


Latin English History (1815-1914) 
Julius Caesar English History (1914-1946) 
New Testament Chemistry 

German Physics 

Macbeth - Biology 

Geography Regional Geometry 

English Comprehension Geography 

English Language French 

Economics Arithmetic & Trigonometry 
Elementary Mathematics General Science 

Algebra 


Additional Mathematics 
Technical Drawing 
KEY FACTS COURSE COMPANIONS 


Modern Mathematics 


Economics Geography 
Modern Mathematics French 
Algebra Physics. 
Geometry Chemistry 
Arithmetic & Trigonometry English 
Additional Mathematics Biology 

KEY FACTS A-LEVEL BOOKS 
Chemistry E Pure Mathematics 
Biology 


Physics 


KEY FACTS O-LEVEL PASSBOOKS 
Modern Mathematics 


Physics 
Geography English History (181 5-1939) 
Biology French 
Chemistry English 
Economics 


KEY FACTS O-LEV 


EL MODEL ANSWERS 
Modern Mathematics 


Physics 
Geography .* English History (181 5-1939) 
Biology French 
Chemistry English 
KEY FACTS REFERENCE LIBRARY 
OiLevel Biology O-Level Trad. & Mod. Maths 
O-Level Physics O-Level Geography 
O-Level Chemistry O-Level English History (1815-1914) 
KEY FACTS A-LEVEL PASSBOOKS 
Physics Chemistry f 
Biology Pure Mathematics 
Economics Applied Mathematics 
Geography Pure and Applied Mathematics 
KEY FACTS DICTIONARIES 
Chemistry 


Mathematics 


Specialist lexicographers have employed 
modern computer techniques fo assemble 
and arrange the information in a manner 
designed to assist the student throughout 
and help bring about examination success. 


Approximately 100,000 words 
1200 entries and 
an abundance of diagrams 


This unique Dictionary of Chemistry is an essential reference book 
for all students in pursuit of examination success. 

Jt covers the whole range of chemical science and includes detailed 
entries describing the general properties and chemistry of the more 
important elements. Many inorganic and organic compounds are 
defined. IUPAC nomenclature and terminology, are used through- 
out. The dictionary also covers general terms in chemistry, 
important experimental and analytical techniques, and important 
industrial processes and applications. Particular attention is given 
to laboratory safety. 

Symbols (i) are incorporated into definitions to indicate where 
advanced information becomes relevant to students. 


Original price Rs. 100 


Arnold-Heinemann 


